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INTRODUCTION TO THE THIRD EDITION 


THE author wishes again to emphasize the generalization, 
or rule, which he believes should guide those who wish to experi- 
ment in the alloying of iron with other elements. The general 
statement can be expressed as follows: “If iron be combined by 
fusion with notable quantities of an element whose melting- 
point is very much below that of iron, the tendency is to produce 
a metal of inferior physical properties, but if iron be combined 
with an element whose melting-point is nearly that or higher 
than that of iron, then the tendency is to produce a metal of 
superior physical properties.’’ (See Introduction to second 
edition.) 

The following are some new features of the third edition: 

(1) A new qualitative test for cobalt: in steel. Page 2. 

(2) The latest details of the author’s routine method for 
vanadium in vanadium and chrome-vanadium steels. Page 21. 

(3) Rapid bath test for chromium. Pages 26 and 28. 

(4) Modified bath test by persulphate for vanadium. Page 28. 

(5) Walter’s method combined with the author’s method, 
using potassium ferricyanide as an internal indicator. 

(6) The author’s new method for small (or large) amounts of 
chromium and vanadium, removing the bulk of the iron with 
ammonia. The vanadium can be also separated in this method 
from a large amount of chromium as the vanadium is precipitated 
along with the firs portion of the chromium. This makes 
possible the accurate determination of a small amount of V 
in the presence of a large amount of Cr, as the most of the latter 
can be left behind in the filtrate together with the Fe. See 
pages 30 and 31. The neutralization is stopped as soon as the 
first part of the Cr hydroxide appears. For example, suppose 
it is desired to determine about 0.10 V in the presence of 15.00 
per cent Cr. 
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(7) The complete analysis of ferro-vanadium, rewritten for 
Al, Fe, Mn, P, Si, and V. Pages 34 to 39. 

(8) An entirely new modification to get the total phosphorus 
in ferro-vanadium and vanadium steel, using a faintly ammo- 
niacal water solution of ammonium molybdate. 

(9) A new method for separation of the bulk of the titanium 
from the iron by ammonia. Pages 30 to 31. 

(10) The author’s method for the determination of sulphur 
by heating the substance such as finely divided steel, drillings or 
millings, ores, minerals (and sulphates by ignition of the powder) 
in a stream of hydrogen saturated with HCl has been extended 
to a wide range of materials: At a temperature of about 950° C. 
following reaction takes place: 


BaSO4+2HC1+8H = BaCle+4H20-+ H2S. 


See pages 122 to 129. 

(11) The methods as used by the author for Mg, Ca, Pb, As, 
Bi, Cu, Sb, Ta, Mo, and § in tungsten ores have been added. 
See pages 97 to 113. 

(12) Persulphate method for manganese for all percentages 
of manganese up to 80 per cent, or higher. Page.250 and page 136. 

(13) New cuts of the author’s design of rheostat and muffle 
furnace and carbon combustion furnace. Page 119. 

(14) The determination of large and small amounts of tan- 
talum and tungsten in the presence of each other. Page 138. 

(15) The complete analysis of Wulfenite ore. Page 168. 

(16) Arsenic in steel. Page 162. 

(17) The determination of Al, Fe, V, and Cr in ferro-chrome 
is rewritten. Pages 174 to 186. 

(18) The author’s method for the determination of large and 
small amounts of Al and Zr in steel by first removing the bulk 
of the iron with ammonia. Pages 189 to 191. 

(19) The complete analysis of man igicoieerameinrnee: ote 
alloy. Pages 194 to 201. 

(20) The analysis of crude zirconia. Pages 202 to 204. 

(21) The determination of oxygen and arsenic in copper. 
Pages 218 and 219. 

(22) The determination of boron in iron following Wherry as 
modified by J. M. Lindgren. Pages 253 and 255. 
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(23) Rapid volumetric method for manganese in steel in the 
presence or absence of much chromium. Accurate to at least 
15 per cent of manganese. Pages 343 to 347. 

(24) The use of zirconia composition crucibles as a substitute 
for platinum crucibles in the determination of silicon in plain 
steel, and pig iron. Page 350. 

(25) A new method for uranium in steel by removing the bulk 
of the iron with ammonia. Pages 363 to 365. 

(26) New cuts of the author’s combustion train and apparatus 
for weighing CO2. Pages 276, 278, 279. 

(27) The author’s present routine method for nickel. Page 232. 

(28) The complete analysis of pitchblende. Page 270. 

(29) The determination of alkalies in clay. Pages 411 to 413. 

(30) The complete analysis of clays. Page 407. 

(31) The determination of cerium in ferro-cerium and cerium 
steel. Pages 533 to 538. 

In all there are considerably more than one hundred additional 
pages of new material not found in either of the previous editions; 
and a net increase of the size of the book to the extent of also 
more than 100 pages. 

(32) A chapter has been added on the microscopic examina- 
tion of steel. Pages 492 to 503. 


PITTSBURGH, Pa., 
July 7, 1920. 


se 
a” 


CONTENTS 


CHAPTER PAGES 
th Qualitative tests for chromium, vanadium, titanium, 
molybdenum, tungsten, nickel, and cobalt.......... 1 to 3 
II. Analysis of eaneuians steel, Cr-V steel, chromium steel, 
ance ferro-Vana din RMT ee oe heme ee eee 4 to 46 
Ill. Analysis of ferro-titanium, titanium, steel and basic slag 
CONLANIN EGLANIUMN IO oe ete kc sheen 47 to 71 
IV-1. Analysis of tungsten powder. Determination of oxygen 
in metallic tungsten powder and steel. Determina- 
tion of tin in metallic tungsten.................... 72 to 96 
IV—2. Sampling of tungsten ores. Determination of W, Pb, As, 
Bi, Cu, Sb, Ta, Mo, S, Fe, Mn, Ca, and Mg in 
GIN PSLEN OLES see cin ere Pee oer ere eres 97 to 113 
IV-3. First method for tungsten in steel. Gravimetric method 
for sulphur in chromium-tungsten steel. Evolution 
method for sulphur in alloy steels by ignition of the 
insoluble residue, at a yellow heat in ee 
hydrogen. Electric muffle furnace................ 114 to 129 
'TV-+4. Analysis of low per cent tungsten steels and slag con- 
taining chromium, tungsten, and vanadium......... 130 to 137 
IV-—5. Determination of tantalum in tungsten, in ores, alloys, 
PATI SUCOL tsi eenceheiets, elapenta. cenit, AS ai tiate ee «date 138 to 143 
V-1. Analysis of molybdenum powders.................-. 1:4 to 149 
V-2. Analysis of ferro-molybdenum and ferro-molybdenum- 
PON PSLCD Soe Ete Sarees ees eda eget oe atehere al eetepae 150 to 155 
V-3. Analysis of tungsten-molybdenum steels............. 156 to 162 
V-4. Determination of molybdenum in molybdenum ores... 162 to 170 
V-5. Determination of tin, arsenic, and bismuth in plain and 
alloyaslec|s arenes reste ce iets eee nes 171 to 173 
VI-1. Analysis of ferro-chromium, chromium ore, and carbon- 
fess CNLOMMUL Setters Se eae rere teat eo oss 174 to 186 
VI-2; Analysis of chrome cement... .n5--0...-.2+-.0---0- 187 to 188 
— VII-1. Aluminum. and zirconium~in steel................... 189 to 193 
VII-2. Analysis of zirconium-aluminum-nickel-iron.......... 194 to 201 
VII-3. Separation of Zr from Fe, Ti, Al, and Si. (The analysis 
OUCTUCEYZITCOMIAD eer os eee oe here te es ee 202 to 204 
--VIII-1. Goppenintstceliand PISTON) seri elses octets he 205 to 209 


ix 


x 


CHAPTER 


Vite 2: 
VIII-3. 


IDK, 


TX-2. 


XI-2. 


XI-3. 
XI-4. 
EXSDs 


IQUE. 
XII-2. 


XII-2. 
XII-3. 
XII-4. 


XII-5. 
XII-6. 
~~ XII—7. 


~ XII-8. 
XIII-1. 


XIII-2. 


CONTENTS 


PAGES 
The separation of copper and nickel from iron and 
vanadium by potassium ferricyanide............... 210 to 212 
The determination of copper in metallic copper; also 
Copgigeqainyeshalel fenystovou(O al (GoJo, vag a1 p ou boar Dadeeer 213 to 219 


Rapid determination of nickel in the presence of chro- 
mium, iron, manganese, vanadium, and tungsten, by 
the author’s modified cyanide method, by Brunck’s 
method and by a modification of Brunck’s method. . 220 to 234 


The analysis of nickel-chromium alloy............... 235 to 238 
. The analysis of nickel-copper-iron alloy.............. 239 to 243 
. The analysis of ferro-manganese..................-- 244 to 249 


. Volumetric determination of manganese in ferro- 


manganese ores, and high manganese steels, being a 


quantitative separation from copper and nickel..... 250 to 252 

» Determination ot boron in) iron. < eae ee ene 253 to 256 
. The determiaation of carbon in iron, steel, alloys, 

graphite, etc., by direct ignition with red lead...... 257 to 274 
Laboratory milling machine for sampling steel. Segre- 

gation test by acid etching. Power miller......... 257 to 274 


The determination of carbon in steel, ferro-alloys, and 
graphite by means of an electric combustion furnace. 275 to 284 


By means of a compressed air and gas furnace........ 284 to 291 
The elimination of rubber stoppers from the tapered 

clay, combustion: tubes sa. <s<yes ae eee eer 294 to 296 
The determination of carbon in plain steel by solution 

of the steel in copper and potassium chloride... .... 297 to 301 
The determination of graphite in iron, and graphitic 

Carbonsin steel wey. or bene oyna on Ras Seat ee 302 to 404 
Gatbom-rpwsteelslnvz Colon sarc s ie te eel nee 305 to 309 
A. The determination of phosphorus in pig iron, steel, 

washed metal 45 ce a. Sivas eye wert ran Oar enter 310 to 325 
B. Vanadium steel and ferro-vanadium.............. 310 to 325 
The analysis of ferro-phosphorus..................-. 326 to 329 
The determination of sulphur in steel, muck bar, pig 

IRON and wasbedumevalls wrt leers crel ae eeeee 330 to 337 
The determination of manganese in steel, pig iron, and 

Chrome, steels. ctuatinlca ne besudn cr ta See an eee 338 to 344 
The determination of manganese in 15 per cent Mn steel 345 to 347 
The determination of silicon in steel, pig iron, ete..... 348 to 350 
The analysis of calcium-silicon-iron.................- 351 to 352 


The determination of uranium, in ferro-uranium, carno- 
tite ore, in mixtures of iron, uranium, aluminum, and 
vanadium, and in steel containing tungsten, chro- 
TOU 5a VACANT enc foes Solo yc, ae ee ee 353 to 368 
The determination of vanadium in sandstones contain- 
“ing carnotite, roscoelite, or calcium vanadate, in 
pitchblende...... "5105 5 horela nal eget iy Salata cae 369 to 371 


CHAPTER 


AVS Me 


XV. 
XVI-1. 
XVI-2. 

EVILS 
XVII-2. 


XVITI-1. 
XVIII-2. 
XVIII-3. 
XVIII-+4. 
XIX-1. 
XIX-2. 
XX-1. 


XX-2. 


XX-3. 
XX-3. 


XX-4. 
XX-5. 


XXEI. 
XXI-2. 


XXI-3. 
XXII-1. 
XXIT-2. 

XXXIII-1. 
XXXIII-2. 


wild: ais: ates! a6 <ebe) a) «aja eaivere|(s) 0) 0.9\\@ © (6,0) .8 0/8) 6, 8/1016 ,6\ 96/96 01616 9) 4 6: 9) 8 0 


CONTENTS xl 


PAGES 
The qualitative and quantitative analysis of cobalt and 
nickel-cobalt steel. The electrolytic determination of 
cobalt and nickel in ferro-cobalt and cobalt powder. 372 to 391 


The determination of nitrogen in steel. .............. 392 to 395 
The analysis of graphite and graphite crucibles ....... 397 to 406 
hevecompletesanal ysis) of clayacuses oc o9. colts oceans << 407 to 413 
Mhevannealing Ol sveel gnu cten eo css wale seer cs cc cw. 414 to 421 


Further annealing temperatures and the formation of 


decarbonized surface on steel..................... 422 to 429 
The complete analysis of limestone and magnesite... .. 430 to 434 
The complete analysis of botiom sand and fire brick... 435 to 441 


she wmnal ysis. OL Iron OLE. Weiss moe kins eee eles 8 442 to 449 


sDhnetanal ysis! Ol uOrspar i meena rece ee ceaa es ies 450 to 459 
ekhebesting7or dubricatingOllseeemee ee see See tees ore 460 to 471 
The testing of coal and coke; sulphur in crude oil. .... 472 to 477 


The percentage reduction of a substance in solution to 
BD YECesITOUGpOrcen Lage snes. aie clans teas oe hte ees 
Plan and views of chemical laboratory for steel works 
DRONES 6 hie e ats OOS OCD OE Cnr ees cree 
A. The micrographic examination of steel............ 
B. The making and repairing of laboratory electric 
PUTMA CESS coe oes cre ors See sks che ee etteoss Se wees are eens eke 
Some improved electrical laboratory apparatus........ 
B. Rheostats and large electric furnace for laboratory 


478 to 482 


483 to 491 
492 to 503 


504 to 506 
507 to 509 


heaG treating 2h xo sac e eee Ne a eiete eis ee eis gs 510 to 513 
An automatic steam, water still............--....0--. 514 to 516 
The making of clay combustion boats; one-piece ni- 

chrome triangle; sanitary wash bottle............. 517 to 520 
LAO OTALOYAeLraClOTies a Meture ae shale csclets sce tlelecels e-wals 521 to 528 
English chromium-vanadium standard “V”.......... 529 to 530 
A shortsmethod for’ Movin steel. 25 15.24 0.6. ees. so 531 to 532 
The analysis of ferro-cerium and cerium steel......... 533 to 583 
Further modification of the Fevert CO2 weighing ap- 

JOE TUS Aa oin.c 0 ro Aad eC Wo dbOCU cago eago 539 to 541 

543 to 552 


We oye 
+ 
= a % a 
— 
we 
end 
~ 
, 2 i ‘ sf 
‘ eo 
73 
. 
' 
<4 — ae ~ 
~ ; ; 
= ~ 
as : 
a 
- = 
ah 205 - 
. 


a Deh ae 


. ‘ Sa we eke eh ¢ 


RAPID METHODS FOR THE CHEMICAL ANALYSIS 
OF SPECIAL STEELS, STEEL-MAKING ALLOYS, 
THEIR ORES, AND GRAPIITES 


CHAPTER I 


QUALITATIVE TESTS FOR CHROMIUM, TUNGSTEN, 
NICKEL, MOLYBDENUM, ETC. 


DissoLvE 0.200 gram of the sample with 5 c.c. 1:3 sul- 
phuric acid in 152.4 (6 inches) by 16 mm. test tube. Also 0.200 
gram of a plain carbon steel in the same way. Place the two 
tests in boiling water for a half hour. 

The plain carbon steel will be free from black sediment and 
practically water white as to color. If the unknown contains as 
little as 0.2 or 0.3 per cent of chromium it will look distinctly 
greener than the known steel. Nickel also produces this effect, 
but the color is not so marked. 

If the steel has 0.100 to 0.3 per cent of tungsten a black insol- 
uble residue will be found in the bottom of the tube. This 
black sediment forms also with similar amounts of molybdenum 
and phosphorus. But on addition of 1 c.c. of 1.20 nitric acid 
to such a solution the black entirely disappears if due to the 
presence of the two last named elements. The black precipi- 
tate, if caused by a small quantity of tung:ten, on addition of 
the nitric acid, changes to a yellow one. If the amount of the 
latter is small it is better to put the test tube back on the water 
bath and permit the tungstic acid to settle for two hours, when 
it can be seen plainly as a yellow spiral thread rising up through 
the solution by giving the test tube a rotary motion. The black 
residue of phosphide can be recognized by filtering it out and 
dropping 1:1 hydrochloric acid.on it, when the characteristic 
odor of phosphine is obtained. Or it can be dissolved off the 
filter with 1.20 nitric acid and the filtrate precipitated with 
molybdate solution after boiling it with a slight excess of potas- 
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sium permanganate. Finish as in plain steel to get the yellow 
precipitate. If steels are quite high in silicon, the silicic acid 
and the carbon, together, produce black flakes that float about. 
They turn to white ones on being heated with 1.20 nitric acid 
on a water bath for an hour or two. 

The annealed test for chromium is given under “ Annealing 
of Steel.” (See page 419.) 

Molybdenum.*—A further qualitative test for the latter 
element is as follows: Dissolve 0.500 gram of sample in 25 c.e. 
of 1:1 hydrochloric acid. Boil till the action ceases, using a 
254 by 25.4 mm. (10 by 1 inch) tube. Heat further with 2.5 
grams of potassium chlorate until a clear solution has been 
obtained or the residue, if any, is a bright yellow. Add an equal 
volume of water. Filter without washing. Dissolve 10 grams 
of potassium hydroxide in 10 c¢.c. of water. Add this to the 
filtered solution. Boil for five minutes. Filter. Do not wash. 
Pour 8 c.e. of this filtrate into a 254 by 25.4 mm. tube. Add cone. 
hydrochloric acid until crystals form. Dilute with water to 
30 c.c. Add a few grains of granulated tin. Heat to the first 
indication of boiling; remove from heat immediately and cool. 
Add to the cold solution 2 ¢.c. of potassium sulphocyanate. A 
light brownish red indicates 0.2 or 0.3 per cent of molybdenum. 
A distinct red indicates 1 to 2 per cént and a deep red higher 
amounts of molybdenum. This is a fine test, but if the mistake 
is made of boiling the solution too long with the tin scarcely any 
color is obtained. Bring, therefore, to incipient boiling, only, 
after putting in the grains of tin. Then remove at once from the 
fire and test with the KCNS as already described. For nickel 
the quantitative analysis as given on page 232 is so rapidly 
carried out that it constitutes an easy qualitative test also. 

For qualitative tests for titantum and vanadium see page 4. 
For qualitative tests for copper in steel see page 207. For quali- 
tative tests for copper in ferro-vanadium see page 9. For 
qualitative test for nickel in steel see, also, page 7. 

Qualitative Test for Cobalt.— Dissolve 0.200 gram of the “eal in 
5 ¢.c. of 1 : 1 HCl in a 154.2 (6 in.) X16 mm. tube on a water bath. 
At the same time in the same manner dissolve 0.200 gram of plain 
carbon steel. If the unknown steel contains even as much as 0.05 


*See also page 160 for further details of the qualitative test for molyb- 
‘denum in steel. 
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per cent of cobalt it will show a distinct green when hot whereas the 
plain steel will be a golden yellow color. This yellow color can be 
eliminated by adding a few grains of metallic tin to the tests. It 
is characteristic of the cobalt that this green color will fade away 
when the solution cools down, and return again if reheated. If 
1 gram of sample is dissolved in 10 c.e. of the hydrochloric acid 
and, after all action is over, a few grains of metallic tin are used to 
keep back the color of ferric iron, as little as 0.05 per cent Co can 
easily be detected. Nickel gives so much less color that, ina 
0.200 gram test, as much as 5 per cent of nickel gives practically 
no interference with the cobalt test if a little tin is added to keep 
the iron all reduced. Cobalt does not give this delicate test in 
sulphuric acid solution. Chromium interferes greatly. It should 
be removed by peroxidation before making the test. See also 
page 372, 

Qualitative Test for Nickel— Dissolve 0.5 gram of the steel as 
given for vanadium on page 5. When the red fumes are gone, 
cool; add 2 grams of citric acid and then ammonia until the 
solution is ammoniacal and clear. Now introduce a solution 
of dimethylglyoxime of the strength given on page 231. A 
searlet precipitate will form if nickel is present. See also page 
372 if the chemist wishes to first remove the iron before adding 
the ‘‘ dimethyl,’”’ which is a better way if the per cent of nickel 
is very small. 

Qualitative Test for Titanium in the Presence of Vanadium.— 
Dissolve the steel as for vanadium as given on page 5 but in a 
small boiling flask, using 0.5 gram of sample. Then peroxidize 
as described on page 35, taking proportionately smaller amounts: 
of the sodium peroxide and carbonate. Redissolve the iron 
hydroxide, after washing it with peroxide water, and peroxidize 
again, and so on until some of the filtrate from the iron hydroxide 
no longer gives a vanadium test with H2Oz2 on being boiled down 
to one-half with twice its bulk of cone. nitric acid. The iron 
hydroxide can then be dissolved with 1.20 nitric acid and be 
tested with hydrogen peroxide for Ti- The iron hydroxide will 
contain all of the Ti, free from V. 


CHAPTER II 


* ANALYSIS OF CHROMIUM AND VANADIUM STEEL AND 
FERRO-VANADIUM 


Tuer determination of vanadium in the presence of tungsten, 
titanium, chromium, nickel, manganese, silicon, molybdenum, 
copper and aluminum has been studied by the author. It has 
been the latter’s aim to produce modified methods that combine 
speed, simplicity and accuracy. The underlying reactions are 
well known and have been variously applied by different chemists. 


QUALITATIVE TESTS 


Absence of Titantum.—A qualitative test for vanadium can 
be completed in a half hour or less, even in the presence of 4 per 
cent of chromium, although there be but 0.05 per cent of vana- 
dium in solution. Dissolve 0.500 gram of steel in a 254 by 
25.4 mm. test tube (10 by 1 inch) in 10 c.cs B: 3 sulphuric acid, 
heating until action ceases, adding a little water, if necessary, 
to dissolve any sulphate of iron that may separate during the 
boiling. Five ¢c.c. of concentrated nitric acid are used to oxidize 
the iron and hypovanadic acid. Heating is continued until red 
fumes disappear. If tungsten be present, filter through paper. 
Filter without washing. Pour some of the filtered or unfiltered 
fluid, as the case may be, into two 152 by 16 mm. test tubes, 
-allowing about 5 c.c. of the solution to each tube. To one of these 
portions add 5 ¢.c. of sodium peroxide dissolved in dilute sul- 
phuric acid. To the other add 5 c.c. of water. The portion to 
which the sodium peroxide was added assumes a reddish brown 
shade if vanadium is present. 

If there be enough chromium to give the solution a dark 
green tint, then hold the tubes against an illuminated white 
shade. The vanadic solution containing peroxide will plainly 

* From a paper read before the Pittsburgh section of the American Chem- 
ical Soc., Jan. 23, 1908. 
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show a browner tint than 1ts mate, to which no peroxide was 
added. The white shade greatly lessens the interference of the 
chrome green. The peroxide is prepared by dissolving 3.5 grams 
of sodium peroxide in 125 c.c. of 1:3 sulphuric acid and diluting 
with distilled water to 500 c.c. Add the water last, when pre- 
paring the peroxide solution. 


THE DETERMINATION OF CHROMIUM AND VANADIUM IN STEEL 


The quantitative determination of vanadium and chromium 
in most varieties of steel can be made in a comparatively simple 
way. The writer proceeds as follows: Two grams of steel are 
heated in a mixture of 30 ¢.c. of 1: 3 sulphuric acid and 20 e.c. 
of water in a 600 ¢.c. beaker. When the first action is over, 
30 ¢.c. of 1.20 nitric acid are used to complete the solution and 
oxidize the iron. Boiling is continued two minutes longer and 
then 200 c.c. of water are introduced. From a small pipette a 
solution of permanganate of potassium is delivered, a little at a 
time, until a slight precipitate of manganese oxide is obtained 
that does not perceptibly dissolve after twenty minutes’ boiling. 
The beaker is removed from the fire and, after a few moments, 
is placed in a tray of running water until cold. Its contents 
are filtered into a heavy suction flask through an asbestos 
filter using a 14-inch carbon filter tube, supporting the asbestos 
on a perforated porcelain plate.* (The asbestos is washed in 
nitro-hydrochloric acid and freed from chlorine test with dis- 
tilled water before it is used.) The residue on the asbestos filter 
is washed fifteen times with 20 e.c. of 1 : 3 sulphuric acid diluted 
with 500 c.c. of water. 

The filtrate and washings are returned to the 600 c.c. beaker 
together with 30 c.c. of dilute sulphuric acid, additional. The 
volume is now about 350 e.c. and titration is begun with a 
standard of double sulphate of iron and ammonia. The double 


* Now use porous thimble 1,3; inches outside diameter and 2 inches high, 
supported in a glass filter tube 1§ inches O. D. by 3% inches high. A piece 
of flat Gooch rubber tubing of 13-inch diameter is required to make the 
tight connection between the thimble and the glass filter tube. This arrange- 
ment does away with the use of an asbestos filter and requires very little 
water pressure for rapid filtration. _The apparatus is shown in the photo 
_ on page 298. 
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sulphate standard is dropped in from a 100 c.c. burette until 
the fluid in the beaker loses all brown tints and assumes a prac- 
tically colorless shade, in plain vanadium, or in vanadium steels 
containing less than 1 per cent of chromium. If much chro- 
mium is present, i.e., from 2 to 6 per cent, the iron sulphate is 
added until the chrome green no longer grows darker, and two 
or three c.c. more to insure an excess. There are two reasons 
why the sulphate standard should be added at the start. In 
the first place, though no chromium may have been added to 
the steel, there is often a little manganic oxide held in solution, 
or permanganate, which would reduce a portion of the sulphate 
standard. Again there is never any certainty that small amounts 
of chromium are not present. The quantity of sulphate standard 
required in the foregoing reduction should be noted in case the 
determination of chromium is part of the program. The per- 
manganate of potassium standard is next dropped into the 
solution and, as soon as the pink color begins to disappear slowly, 
the standard is added three drops at a time, until a very faint 
pink color is obtained that persists after 30 seconds stirring. 
Should even as much as 5 or 6 per cent of chromium be present 
a practiced eye can easily detect pink reflections through the 
chrome green. These pink glints can be seen in the bottom of 
the beaker and, as one looks down througli the mouth of the 
latter, a rounded bright spot is seen that takes on a pink flush 
when the permanganate is in excess. 

Vanadium.—The solution is now ready for the titration of the 
vanadium, alone:* 0.6 ¢.c. of potassium ferricyanide is poured 
into the beaker with a convenient dropper, having an etched 
mark on it to indicate the 0.6 ¢.c., so that the same quantity of 
the indicator is always taken.t The ferricyanide imparts a 
brown tint to the iron solution. The ferrous ammonium sul- 
phate standard is again dropped in, a little at a time, until one 
drop produces a green coloration that is free from yellow tints. 
The titration is continued to a blue. The number of c.c. of double 
sulphate standard required in this second titration less the 
number needed to produce a similar shade in an imitation test, 


* Read pages 21 to 22. 

+ Five grams of potassium ferricyanide dissolved in 130 c.c. of water. 

{ Titrations are now all carried to a blue; ie., until 3 drops of the double 
sulphate change the dark green to a distinct blue. . 
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made with a steel that does not contain vanadium, gives the 
amount of the sulphate standard required to reduce the vanadic 
acid present. This remainder is multiplied by 2.54 to obtain 
the number of milligrams of vanadium in the sample. With 
each lot of analyses, two tests are made of plain steels to which 
have been added known weights of standard ferro-vanadium 
drillings or powder. If the usual operations recover the vana- 
dium added all of the tests made at the time are accepted. The 
amount of double sulphate standard required by the blank tests 
on non-vanadium steels is deducted from all tests before making 
calculations. This deduction for plain vanadium or vanadium- 
chrome steels where the per cent of chromium is not much in 
excess of 3 per cent, varies from 0.4 to 0.9 ¢.c. This applies 
to a volume of approximately 350 ¢.c. An increased volume 
produces an increased blank. A test, in duplicate, for vana- 
dium by the foregoing manipulations can be carried through in 
an hour and a half in the presence of chromium, nickel, tungsten 
or molybdenum. 

The presence of much chromium increases the blank some- 
what. With no chromium present the blank is about 0.3 to 
0.4 ¢.c. and, with chromium in the solution to the extent of 
3 per cent, it is 0.4 to 0.9 ec. With a chromium content of 
4 per cent it is 1.0 to 1.2 c.c. It is always best to make control. 
tests and blank tests, when high chromium and tungsten steels 
are being analyzed, with mixtures imitating closely the samples 
submitted for analysis. It is very important when dealing with 
alloy steels, containing large percentages of chromium and 
tungsten, to digest the drillings until the tungstic acid is a bright 
yellow before boiling with the excess of permanganate solution. 
One should, when the tungsten has “ cleaned well,” add per- 
manganate until, after twenty minutes boiling, sufficient excess 
of manganese oxide is present to give the separated tungstic acid 
a chocolate color. Then proceed as usual. 

When nickel is present in the steel in quantities ranging from 
3 to 5 per cent the same method applies, but it must be borne 
in mind that, when ferricyanide of this concentration (5 grams 
in 130 ¢.c. of water) is used, in a few minutes, nickei ferricyanide 
separates, hence the titration must be proceeded with imme- 
diately. 

Molybdenum does not interfere with the titration of vana- 
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dium, though the former element be present in large quanti- 
ties. 

Vanadium in Ferro-Vanadium.—*The determination of vana- 
dium in ferro-vanadiums of the low silicon type offers no difficul- 
ties except that segregation is considerable. It is always 
advisable to make at least three tests of each sample and average 
the results. From 0.2 to 0.3 gram are taken and proceeded 
with exactly as in steels until the titration is to be made when, 
instead of adding the double sulphate standard first, the com- 
pleteness of the oxidation of the ferro-vanadium is tested by 
adding three drops of the permanganate standard. If this gives 
a suggestion of pink to the solution, the ferricyanide indicator 
is added and then the ferrous sulphate standard until the light sky 
blue of the vanadyl salt is darkened slightly by the deeper blue 
caused by the excess of ferrous standard. This end-point is very 
satisfactory but requires a little experience on the part of the 
analyst. The amount of sulphate standard used is noted and 
then the permanganate standard is added, at once, until a distinct 
reddish pink color is obtained that does not fade perceptibly 
after thirty seconds vigorous stirring. This end-point might be 
described as an old rose shade. Blanks are run on the same 
weights of a plain carbon steel in exactly the same way and 
deducted from the amount of sulphate required to produce the 
blue and from the amount of permanganate required to restore 
a pink color. If less permanganate than sulphate is used, after 
correcting the sulphate reading to the permanganate basis, the 
presence of chromium is indicated and a qualitative test for the 
latter element can be made in an hour by fusing 0.8 gram of the 
ferro-vanadium with 10 grams of sodium carbonate mixed with 
2 grams of nitrate of potassium. The melt is dissolved in water. 
The residue is removed by filtration in the cold. A yellow- 
tinted filtrate confirms the presence of chromium. Several 
tenths of 1 per cent of chromium are frequently present. 

The amount of double sulphate should not be taken as a 
basis of percentage calculations unless it is positively known 
that chromium is absent. The sulphate should be first added 
as described. This should be immediately followed by the 
addition of the permanganate standard as given and the amount 
of the latter standard required to produce the permanent red- 

* Read pages 14 to 15. 
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dish pink should be multiplied by 2.54 to find the milligrams of 
vanadium in solution. For instance in 50 per cent ferro-vanadium 
it is not practical to take more than 0.4 gram for analysis. 
One c.c. of the double sulphate equals 0.00086 gram of chro- 
mium or only 0.215 per cent chromium, but it also equals 0.635 
per cent vanadium, i.e., 0.2 per cent chromium would raise the 
vanadium content 0.6 per cent if not eliminated by calculating 
the vanadium from the permanganate used to obtain the old 
rose tint. When ferro-vanadium contains much silicon, about 
4 per cent or more, the borings or powder may not dissolve com- 
pletely in sulphuric and nitric acids. The following modi- 
fication is necessary: Treat 0.3 to 0.6 gram of sample with 
60 ¢.c. 1.20 nitric acid in a No. 5 porcelain evaporating dish. 
When heat produces no further action add 1 ¢.c. or more of 
hydrofluoric acid,;which promptly gives a complete solution. 
60 c.c. of 1 : 3 sulphuric acid are poured into the dish, the watch- 
glass is removed and the solution is evaporated to heavy fumes 
to remove the hydrofluoric acid. The sulphates are dissolved 
in water and transferred to a 600 c.c. beaker and the analysis © 
completed as in low silicon ferro-yanadium. 

Ferro-vanadiums containing from 0.5 to 6.0 per cent of 
copper present a slight obstacle. When the ferricyanide indi- 
cator is added copper quickly produces a light yellow cloud of 
copper ferricyanide that entirely prevents any end-point being 
seen. In such cases dissolve the. ferro-vanadium in 1.20 nitric 
acid; evaporate dry; ignite; redissolve in HCl; dilute to 300 c.c. 
and pass HeS until saturated; filter out the copper sulphide; 
wash it with H2S water; evaporate filtrate to about 150 c.c.; 
add a few crystals of chlorate of potash to the not too concen- 
trated solution (potassium chlorate explodes when heated with 
cone. H2SO4); evaporate to thick fumes; take up in water, 
heating until all is in solution; add 20 c.c. of 1.20 nitric acid; 
boil with KMnOy, and finish the V as described. 

As ferro-vanadium samples are, at times, quite variable it 
is always best to make several tests of the latter and report an 
average of the results obtained. If the copper content does not 
exceed 0.3 to 0.4 per cent, even when 2 grams of sample are 
taken, the vanadium can be titrated before the clouding begins 
if it is proceeded with as quickly as possible after the addition . 


of the ferricyanide. 
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Small Amounts of Vanadium.*—For the determination of 
small amounts of vanadium, ranging from 0.02 to 0.05 per cent, 
it is expedient to dissolve from 6 to 8 grams of the steel for 
analysis. Such large weights of steel are treated first with 
60 c.c. of.1: 3 sulphuric acid and 100 ¢.c. of water. When this 
action is over, 120 ¢.c. of 1.20 nitric acid are added to complete 
the solution and to oxidize the iron. Then continue the analysis 
as usual. Blanks should be carried along with equally large 
amounts of a plain carbon non-vanadium steel. The writer 
would advise caution in the use of manganese sulphate to 
discharge any persistent pink color when boiling with perman- 
ganate, as its use in large amounts seems to increase blanks, 
apparently causing part of the permanganate to pass into 
solution in the manganic condition. Even the blank filtrates 
have a brown tint as though containing a few hundredths of 1 per 
cent of chromium. This would seem, in a measure, similar to 
the solution of iron hydrate in iron salts. On discontinuing 
the use of an excessive quantity of the manganese sulphate, 
lower and more uniform blanks and freedom from brown tints 
therein were attained. Do not add over 0.200 gram MnSQq. 

If pink colorations occur due to excessive additions of the 
permanganate, dilute further with distilled water and a drop 
or two of ferrous sulphate and boil until they are destroyed. 
It is rare that distilled water does not contain enough traces of 
organic matter to accomplish this purpose. (A pink color in 
the analysis of ferro-vanadium does no harm in the determina- 
tion of vanadium as the sulphate standard is added at the start; 
and the vanadium is calculated from the amount of perman- 
ganate required to produce an old rose shade, after getting the 
blue with the sulphate standard and ferricyanide indicator.) t 

Chromium, as already intimated, can be determined in the 
presence of vanadium and in the same operation. 

In steels, the amount of double sulphate used to discharge 
all red colorations, leaving the solution a clear light green, free 
of all yellowish tints, less the number of c.c. of the perman- 
ganate standard required to produce a slight permanent pink 


*See the author’s new method for determination of large and small 
amounts of Cr, V, Al, U, Ti, and Zr by removing the bulk of the ferrous iron 
with ammonia. Pages 30 and 381. 

} Read pages 14-15. 


CHROMIUM IN FERRO-VANADIUM 11 


reflection, thereafter, equals the amount of double sulphate 
necessary to reduee the chromic acid present to chromic sul- 
phate. One e.c. of the double sulphate usually equals 0.00087 
gram of chromium. As already explained, the ferricyanide 
indicator is now dropped in, and the sulphate standard again 
follows until three drops of it produce a blue.* The amount 
of sulphate consumed by this last titration is equivalent to the 
vanadic acid present, after deducting the regular blank, which 
is usually 0.4 to 1.0 ¢.e., depending on the amount of chromium. 
A sample calculation is given as an illustration. (2 grams are 
taken for analysis.) 


First Part oF THE TITRATION TO OBTAIN THE CHROMIUM (MADE BEFORE 
ADDING FERRICYANIDE) 


KMn0O; Double Sulphate. 
9.1c¢.e. second reading of burette 28.6 c.c. 
2.3c.e. first reading of burette 12.4 c.e. 
OnG1C.c: TGR2e ce 
Calculation 
16.2 
6.8 


9.4 ¢.c. equal sulphate used by chromium 
9.4X0.00087 X 100 +2 =0.4089, or per cent chromium. 


SEconD Part oF THE TiTRATION (MADE IMMEDIATELY AFTER ADDING THE 
FEeRRICYANIDE INDICATOR) TO OBTAIN THE VANADIUM 


Sulphate 


31.4 ¢.c. second reading of burette. 
28.6 c.c. first reading of burette. 


2.8 CC. 
0.4 c.c. equals regular vanadium blank for low per cent chromium. 


2.4 cc. 


Since 1 c.c. of sulphate equals 1 ¢.c. of permanganate or 
0.00254 gram of vanadium, therefore 2.4X0.00254100+2= 
0.305 per cent vanadium. 

Small Amounts of Chromium in Ferro-vanadium.—Ferro- 
vanadium frequently, as stated, contains one or two tenths of 
a per cent of chromium. The most satisfactory way to esti- 
mate these sm Jl amounts, in the presence of large per cents of . 


* The sulphate standard is now added until three drops of it change the 
dark green to a blue. 
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vanadium, is to fuse 1 gram of the finely ground powder or thin 
drillings with 20 grams of sodium carbonate and 4 grams of 
niter. After the fusion is quiet, keep it molten for thirty 
minutes. Dissolve the melt in as little water as possible in a 
platinum or porcelain dish. Add pulp; filter; wash with sodium 
carbonate water. Evaporate the filtrate and washings to about 
40 c.c. If the solution is not clear, add a little pulp, filter and 
wash again. The filtrate and washings should not exceed 40 to 
50 ¢c.c. if the chromium content is only a tenth of a per cent or 
thereabout. Compare this solution with a standard consisting 
of 0.070 gram of ¢c.p. potassium dichromate made slightly alkaline 
with sodium carbonate and diluted to 250 ¢.c. in a volumetric 
flask. It is made alkaline by adding sodium carbonate until the 
red color of the dichromate has all been converted into the yellow 
of the sodium chromate. 1 ¢.c. equals 0.0001 gram of chromium. 
Use the same comparison tubes as described under the color 
method for titanium. Rinse one of the tubes three times with 
- some of the standard. Then pour into it exactly 10 e.c. of the 
standard solution. If the chromium content is about 0.20 per 
cent, the standard will be yellower than the test. Add water to 
the standard, 1 to 2 c.c. at a time, until its color is only slightly 
stronger than that of the test. Continue the addition of water in 
3 ¢.c. amounts until the standard is just turned-lighter than the 
test. Suppose the standard matches the test in color at 27 5 e.e. 
and the volume of the test is 59.5 ¢.c. This gives the proportion: 


Standard Vol. Test Vol. 1C c.c. Std. 
io : 59.5 ie 0.001 3 xe 


5.95 +27.5=0.21 or 0.21 per cent chromium. 
Standardizations.—The writer prefers to standardize per- 
manganate of potassium against recrystallized. oxalic acid kept 
in tightly stoppered bottles: * 1.58 grams of potassium perman- 
ganate are dissolved in a liter flask with distilled water and diluted 
to the mark. 19.5815 grams of double sulphate of iron and 
ammonia, 1.e., FeSO4-(NH4)2801+6 H2O, are dissolved in the 
same manner, with the addition of 50 ¢.c. of 1: 3 sulphuric acid, 
and diluted to one liter. Usually the relationship between these 
two standards is that from 40.2 to 40.5 ¢.c. of the permanganate 


* Keep oxalic acid in a cool place to prevent loss of water of crystalliza- 
tion. 
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equal 40 c.c. of the double sulphate. The vanadium value of 
the permanganate standard is checked against the oxalic acid, 
and the vanadium value of the sulphate standard is calculated 
from its relation to the permanganate standard. 

*The 1.58 grams of permanganate solution, theoretically, 
should be equivalent to 2.56 grams of vanadium. Its actual 
value is found as follows: 0.1424 gram of oxalic acid is dis- 
solved in about 100 c.c. of water plus 20 c.c. of 1:3 sulphuric 
acid and heated to 80° C. The permanganate standard is then 
added until one drop produces a permanent pink. This usually 
requires 45.45 c.c. of the permanganate. We in the first place 
have the proportion: 


Oxalie Acid Permanganate 


63 : 31.6 ed 0.1424 : ae 


This gives X equals 0.07142, or 0.07142 gram of pure perman- 
ganate will oxidize 0.1424 gram of oxalic acid. By the above 
titration it is found that it requires 45.45 c¢.c. of the perman- 
ganate standard to oxidize 0.1424 gram of oxalic acid. Therefore 
each ec.c. of the permanganate standard must contain 0.07142 
divided by 45.45, or 0.001571 gram of 100 per cent potassium 
permanganate. We thus obtain the final proportion, or 


1.58 3 Oe a OOO cA 


X equals 0.002545, or 1 c.c. permanganate solution equals 
0.002545 gram of vanadium. 

The chromium value of these standards is found by adding 
to 2 grams of a plain carbon steel a weighed amount of recrys- 
tallized potassium dichromate. This mixture is put through 
the entire process of an analysis. Taking the percentage of 
chromium in dichromate of potash as 35.35 per cent, the sul- 
phate standard is found to have a value that varies from 0.00085 
to 0.00087 gram of chromium per c.c. 

It must be constantly borne in mind that to attain success 
in vanadium and chromium titrations in steels, it is abso- 
- lutely essential when coming back with permanganate to stop 
with the first 3 drops that give a faint pink reflection that is 
still faintly, but distinctly, visible after thirty seconds stirring. 


* Read pages 19 to 20. 
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Furthermore, the next step is to add the ferricyanide indicator. 
Then the ferrous ammonium sulphate is quickly added until 
3 drops produce the first distinct darkening of the green to a 
distinct blue. Do not continue to add the sulphate to a still 
darker blue. In short, if the pink end-point is overdone, and 
then the blue one also, the error is doubled. Always aim to 
finish standards, blanks and tests exactly as described. 


Tuer TITRATION OF VANADIUM IN FERRO-VANADIUM AND PLAIN 
VANADIUM STEEL,. AVOIDING THE INTERFERENCE OF SMALD 
Amounts OF MANGANIC OxIpDB, PERMANGANATE AND CHRO- 
MATE IN THE SOLUTION 


During four or more years subsequent practice of the vana- 
dium method, given in the preceding pages of Chapter II, some 
changes have been made to avoid the interference of any small 
amounts of manganese present in the solution, in the manganic 
state; or chromium that may be in the sample to the extent of 
0.20 to 0.10 per cent, or less; or of uranium. ‘The latter ele- 
ment, when in the solution to the amount of several per cent, 
forms objectionable brown tints, seriously obscuring the end- 
point if the ferricyanide indicator is added first; then the sulphate 
standard; and then the permanganate standard to obtain the 
old rose shade. Before this end-point is attained, the uranium 
brown color has overshadowed it. By the following modifica- 
tion these interferences are avoided. 

First from a 100 ¢.c. burette deliver into an 800 c.c. beaker 
40 c.c. of the sulphate standard. Also pour in the beaker 350 
c.c. of distilled water and 30 c.c. of 1: 3 sulphuric acid. Titrate 
this mixture with the permanganate standard to get the relation 
between the two standards; assuming the vanadium value 
of the permanganate as correct, that of the sulphate is calcu- 
lated from the result of this titration. The standards prepared 
as given on pages 12 and 13 should be nearly equivalent in 
vanadium value. 

Ferro-vanadium.—Now, instead of adding the ferricyanide 
indicator at the start, the titration is begun by adding the sulphate 
standard until all brown or pink tints are gone and a green color 
begins to appear due to the partial reduction of the vanadie acid 
to the hypovanadic state. Next, add the permanganate standard 
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with continued stirring until a strong reddish pink is reached; 
stir well and wait thirty seconds to insure a complete reaction 
between the vanadium and the permanganate as the former acts 
rather slowly at room temperature; make sure that the red color 
does not fade perceptibly during the pause. In case a fading 
is noted more permanganate must be added, followed by more 
stirring, and so on, until the fading is no longer noticeable. 
However, such fading does not occur as a rule more than once, 
if the red end-point is approached rather slowly and with much 
stirring after each addition of the permanganate standard. 

The sulphate standard is, again, dropped in to remove the 
excess of the permanganate; this is accomplisLed by adding, 
the former standard, a few drops at a time, until the deep red 
is all gone and the solution has taken on, in the main, a yellow 
tint with a very slight but distinct tan shade in it. At this’ 
stage 2 drops of the permanganate should cause a reappearance 
of a slight suggestion of pink, as one looks down through the 
mouth of the beaker. ‘The operator can then discharge this 
very faint pink with 2 drops of the sulphate standard. The 
solution is now ready for the titration proper. The reading 
. of the sulphate burette is noted; the ferricyanide indicator is 
poured in, and the sulphate standard is dropped in immediately 
thereafter, until the green color that forms is changed to the 
first deep blue. This dark blue is the end-point, and should 
be rather rapidly approached to catch the first change from 
the dark green to the blue. Of course the solution is stirred 
vigorously during the titration. The sulphate used for this 
last titration, i.e., subsequent to the pouring in of the indicator, 
minus the blank, is the sulphate equivalent of the vanadium. ° 

Plain Vanadium Steel.—With a vanadium content of 0.10 
to 0.30 per cent, take from 4 or 5 grams of sample and proceed 
as described for chrome vanadium steel on page 18, using 50 c.c. 
of 1:3 sulphuric acid to effect the solution of the drillings, 
diluting with about 29 c.c. of water to prevent the formation 
of crusts of sulphate of iron; warm until no further evolution 
of fine bubbles of hydrogen is visible; and then add 60 c.c. of 1.20 
nitric acid to oxidize the ferrous iron; heat until all red fumes 
are gone; proceed further. as given on page 18, except that the 
excess of the hydrated oxide of manganese is filtered out by 
means of a porous thimble, avoiding entirely the use of asbestos 
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filters. This same filter is now used for this purpose in the 
analysis of ferro-vanadium. But very slight suction is required. 
(See photo 20, page 298.) 

The filtrate and washings can be pink with an excess of per- 
manganate as will be seen. The volume of all tests and blanks 
should be the same and should not exceed 350 ce.c. Just before 
the titration. Titrate the above filtrate in the same manner 
as given for the ferro-vanadium, i.e., discharge all pink or brown 
tints to a clear greenish yellow (of course the green is not so 
noticeable in steels as it is in ferro-vanadium) by adding, at the 
start, about 10 or more c.c. of the sulphate standard; then 
continue as in the ferro and calculate the vanadium from the 
sulphate required to produce the dark blue after the addition 
of the indicator, less the blank, which for this procedure is, in 
this laboratory, from 0.8 to 0.9 ¢.c. for plain vanadium steels. 

Blank Tests.—To obtain the blank test to apply in the 
analysis of ferro-vanadium of from 30 to 40 per cent vanadium, 
dissolve 200 mgs. of plain carbon steel; and for plain vanadium 
steels, dissolve 5 grams of plain steel, just as directed for ferro- 
vanadium and plain vanadium steel, respectively. Put these 
blanks through all of the operations and titrations, noting the 
amount of sulphate required to produce a dark blue after the 
ferricyanide indicator has been added in the‘ érder given.. The 
portion of a c¢.c. so consumed constitutes the blank to be de- 
ducted from all tests. Pay no attention should the dark blue 
of the blank begin to fade in a few minutes. This is caused by 
the oxidizing action of the nitric acid left in the solution. In 
actual work containing vanadium, the blue end-point does not 
fade or change so quickly. 

Blanks can also be determined by difference, i.e., a known 
amount of vanadium is added to a plain steel and it is then 
analyzed for vanadium. Assume, for example, that the value of 
the sulphate standard is 1 ¢.c. equals 0.00254 gram vanadium; 
further, that to 4 or 5 grams of plain steel have been added 30 
mgs. of ferro-vanadium containing 38.23 per cent vanadium. 
This mixture is then analyzed for vanadium and is found to 
consume 5.3 cc. of the standard sulphate. Now 0.382330 
equals 11.469 mgs. of vanadium and should require, if there were 
no blank, 11.469 divided by 2.54 equals 4.51 ¢.c.; therefore the 
blank is 5.3 less 4.51 or 0.79 ¢.c., or the blank to be deducted 
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from all titrations to get the number of c.c. of sulphate con- 
sumed by the vanadium alone. 

Chrome Vanadium Steels.—These steels are titrated as 
given on pages 5, 6, 7, and 10. On page 6 the directions read 
to completely reduce the chromium in the solution by adding 
the sulphate standard until the “ chrome green no longer grows 
darker (that is, the green shade no longer gains intensity) and 
2 or 3 c.c. more to insure excess.”” The following example shows 
how the operator can be sure that he has an excess of the sul- 
phate and that, therefore, no chromium remains in the chromic 
acid state which would consume some of the sulphate standard 
and be counted as vanadium. This example is particularly 
useful when steels high in vanadium are to be dealt with, i.e., 
containing from 0.50 to 2.00 per cent vanadium and over: 


EXAMPLE 


First Part oF THE TITRATION TO OBTAIN THE CHROMIUM (MADE BEFORE 
ADDING THE FERRICYANIDE) 


KMn0s Double Sulphate. 
21 cc. second reading of the burette 97.2 c.c. 
Ore first reading of the burette 0.2 c.c. 
12 c.c. (A) 97.0 c.c. 
12.0 (A) 
85.0 c.e. 


85.0 0.00085 100 divided by 2 equals 3.61 per cent chromium when 
2 grams are taken. 


Seconp Part oF THE TITRATION TO OBTAIN THE VANADIUM PERCENTAGE 
(Mapr IMMEDIATELY AFTER ADDING THE FERRICYANIDE INDICATOR) 


Sulphate Used by the Vanadium 


8.2 c.c. second reading of the burette. 
1.2 c.c. first reading of the burette. 


7.0 c.c. or (B) 
0.8 c.c. (blank) 


6.2 ¢.¢: 6.2 <0.00254 X 100 divided by 2 equals 0.78 per cent V. 


(A) should always be several ¢c.c. in excess of (B) to insure no chromium 
being dragged over into the second part of the titration in the unreduced 


state and counted as vanadium. 
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Tur TITRATION oF CHROME VANADIUM STEELS IN A MANNER 
SIMILAR TO FERRO-VANADIUM 


In this laboratory these steels are now frequently titrated 
for vanadium by oxidizing back the vanadium (after the usual 
excess of the double sulphate has been dropped in the manner 
just described to reduce both the Cr and V) by adding the per- 
manganate standard until a strong pink is obtained. The 
solution is then stirred for a half minute vigorously to note if 
there is a perceptible fading of the permanganate. If there is a 
noticeable fading, then more permanganate is added to again 
obtain a strong pink, which must show no perceptible change 
after thirty seconds’ further stirring. Then the excess of per- 
manganate is slowly, drop by drop, taken up by adding, with 
prolonged stirring, the sulphate standard until two drops leave 
only the faintest suggestion of a pink as one looks down through 
the solution. When the right point is reached, two drops of 
the permanganate should again give a distinct increase of the 
pink shade, even after the prescribed amount of stirring. Two 
drops of the sulphate standard should reduce this pink again 
to a faint color. The solution can be thus adjusted back and 
forth to suit the operator, to a nicety. It is then ready for the 
addition of the indicator and the final titration to obtain the 
number of ¢.c. used by the blank plus the vanadium, or (B). 


THe DETERMINATION OF THE CHROMIUM VALUE OF THE DOUBLE 
SULPHATE, AND THE VANADIUM BLANK FOR CHROMIUM 
VANADIUM STEELS BY MrEans oF A Known MIxTuRE. 


Suppose the above values are needed for a steel of about 
3 or 4 per cent chromium and 0.50 to 1.00 per cent vanadium; 
then a suitable mixture would be 2 grams of plain carbon steel, 
free from vanadium, 170 milligrams of ¢.p. crystals of potassium 
dichromate and 0.075 gram of ferro-vanadium of 21.8 per cent V. 
The analytical data obtained in this particular case, after putting 
the mixture through the regular operations given in the fore- 
going pages, are found below, together with the calculations: 
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KMnOy used in the first part The double sul- 
of the titration to obtain phate used by the 
the chromium value. chromium, ete. 
65.8 c.c. SLAOkc.c. 
56.2 e.c. 00.4 cc. 
9.6 Gc: 80.6 c.¢, 
80.6 ¢.c. , 
9.6 c.c. 


71.0 c.e. used by the chromium, alone, 


Potassium dichromate contains 35.35 per cent chromium; there- 
fore 0.170X0.3535 divided by 71.0 equals 0.000847, or 1 c.c. 
of the double sulphate equals 0.000847 gram of chromium. 

The second part of the titration made immediately after 
adding the ferricyanide indicator gave the following readings 
of the sulphate consumed by the vanadie acid in the solution: 


88.2 c.c. second reading of burette. 
81.0 c.c. first reading of burette. 


7.2 ¢.e. sulphate used by V2O; and the blank. 


0.075 X0.218 equals 0.01635 gram of vanadium added. Taking 
the vanadium value of the sulphate standard as found by stand- 
ardizing it against sodium oxalate, as given on page 20, or 1 c.c. 
equals 0.002536 gram of vanadium, one obtains by dividing the 
vanadium added, or 0.01635, by 0.002536 a quotient of 6.4; 
hence 7.2 c.c. minus 6.4 ¢c.c. equals 0.8 ¢.c. or the sulphate blank 
to be deducted from the total amount of sulphate consumed in 
the vanadium titration of the above range of chrome vanadium 


steels. 


Tur STANDARDIZATION OF THE DOUBLE SULPHATE FOR VANADIUM 
BY SopIuM OXALATE 


(A) The strength of the standards per liter are the same as 
given on page 12. 150 mgs. of c.p. sodium oxalate prepared 
according to Sorensen are weighed into a beaker, and dissolved 
in 20 ¢.c. of 1:3 sulphuric acid plus 150 c.c. of distilled water. 
(This sodium oxalate can be obtained for a small fee from the 
Bureau of Standards at Washington, D. C., or can be prepared 
by recrystallizing the c.p. salt offered by the dealers.) The 
mixture of sodium oxalate is heated to about 80° C. and titrated 
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with the permanganate standard solution until one drop of the 
same changes the mixture to the faintest pink. 

(B) Also a measured amount of the permanganate standard 
is placed in a beaker together with 20 c.c. of 1 : 3 sulphuric acid 
and titrated with the double sulphate standard until the pink 
color just disappears to get the ratio between the two standards. 
(10 FeSO, +2 KMn0O4 +8 HeSOx =i) Fe2(SO04)3+8 HeO+ KeSO04+ 
2MnS0O,.) The following equation explains the reaction occur- 
ring in (A): 


2KMn04+5Na2C204 + 13H SO, = KoSO4 -- 2MnSO. + 10NaHSO,4 
+SHoO-+10CGs.\ an, =e 2 ee ee Send 


Equation (2) shows the relation between the potassium per- 
manganate and vanadium: 


5(VO)2(SO4)2+2K MnO, +S8H2SO4 =5(VO)e (SO4)3+Ke2S04 
+2MnS0,+8H20. ae . eoks (2) 


Equation (1) shows that 2K MnQOsg are equivalent to 5Na2C204. 
Equation (2) shows that 2KMnOx, are equivalent to 10V; 
therefore 


5NagC204 are equivalent tot TOV. 
(670) (510) 


The following proportion will hence give the vanadium equiv- 
alent of 0.150 gram of sodium oxalate: 


G70) 62.610 ee COR re 
X =0.11417 gram of vanadium. 


By titration (A) it was found that 45.35 e.c. were required of 
the permanganate standard to combine with 0.150 gram of 
oxalate so that 1 ¢.c. of the permanganate equals 0.11417 divided 
by 45.35, or 0.002517 gram of vanadium. By titration (B) it 
was found that 40 c.c. of the sulphate were equivalent to 40.3 
of the permanganate; therefore 1 ¢.c. of the double sulphate 
equals 0.002517 40.3 divided by 40, or 0.002536 gram of vana- 
dium. The double sulphate standard should be tested according 
to (B) on each occasion that it is used and its vanadium value 
adjusted according to the relation so found. 
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SOME RECENT ANALYSES OF FERRO-VANADIUM 


PeNos de | No. 2. | No. 3. No. 4. No, 5. 


| Per Cent, | Per Cent. Per Cent. Per Cent. | Per Cent. 


LG os oad age RE 0.06 0.05 BOROS 0.13 0.19 
Miteeeeeeaoecc cone! Olle a O18) 0.19 0.22 4.11 
SIP eee oa ibe, 0.97 0.66 0.92 8.35 
NE 8 od A teal ee 40.41 | 40.54 39.40 39.50 35.62 
INES 5 SIA Ce Ea 0.72 doe 1.68 2750 ane: 
CH Rg cae cans ee ae None None INONGsaMAD sewn cor None 
Niles 5 is sae Pe? 0.95 1) PR ee 0.92 1.43 
INT OMmet atcha asians cata 0.92 1.00 0.92 ON GOr Titers tec: 
ISAs So area eee 54.65 54.10 55.20 54.50 42.60 
ee ere er ete cea) Sido ae Wonca e aes QUAISEA IOs? 
LSE 3 06a Ae nea o-oo Gore 88s Sere aaa | Ree eae 0.65 0.20 


-For the determination of Vanadium in Vanadium Ores, see page 369. 


CHROMIUM AND VANADIUM IN ALLOY STEELS 


The Method as it is Now Used by the Author for Routine 
Work.—Dissolve 3 grams of sample in 600 ¢.c. beaker; add 30 c.e. 
H2SOx4 (1 : 3) and 700 c.c. water, and heat gently until dissolved. 
Add cautiously 30 c.c. HNO: (1.20 sp. gr.), increase heat slightly 
and boil until all brown fumes have been expelled. The tungstic 
acid of high speed steels changes from a dirty black to a yellow 
color when fully oxidized at this stage. The tungsten must 
show as a bright yellow residue or Cr and V results will be low. 
If not bright yellow, add more nitric and continue to digest 
until clean bright yellow tungstic oxide is obtained. Keep 
barely at boiling temperature till clean yellow. 

Dilute with water to 300 ¢.c. volume; bring to a boil; add 
KMn0Oxz solution (25 grams per liter) from a pipette or glass 
tube until a slight precipitate of manganese oxide begins to 
form. Boil for fifteen minutes to decompose any excess KMnQOq. 
Should the solution clear up on boiling, more KMnO, solution is 
added until a permanent precipitate forms that settles out, 
leaving the total sediment of a brown color even when tungsten 
is present. Cool to room temperature in a pan of cold running 
water; filter through a porous crucible, using suction, and wash 
residue in crucible fifteen times with water. 

Clean the original beaker by rinsing with a few c.c. of ferrous 
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sulphate, then with water to remove the sulphate. If there is a 
yellow deposit of tungstic acid adhering to beaker, use ammonia 
to dissolve, then rinse with water. Reject the cleanings. Transfer 
filtrate to original beaker; if perfectly clear, proceed with titra- 
tion, otherwise refilter. Several tests may be filtered successively 
through the same porous crucible, until slowness of filtration 
warrants cleaning out the deposit. 

Titration.—Solutions required: N/20 ferrous ammonium 
sulphate; N/20 potassium-permanganate; K3FeCNe (5 grams 
120 c.c. water). 

Using two 100 c.c. burettes, graduated either in fifths or tenths 
of a cubic centimeter fill one with KMnO, and the other with 
N/20 FeAm sulphate, being careful to exclude all air bubbles. 

Record readings of burettes, which should for convenience be 
zero or thereabouts. While continuously stirring test, add rapidly 
from burette, N/20 FeAm sulphate. The test passes through a 
gradual color change from yellow to green or perhaps a bluish 
tint, if considerable vanadium is present. 

With a little experience, the operator may easily judge when 
no further change in color is caused by the addition of a few cee. 
in excess of the FeAm sulphate solution. At this stage all chro- 
mium is reduced to CreO3 and all vanadium to V204. Back 
titrate with N/20 KMnOx, until just the faintest pink persists on 
stirring two minutes. The eye can be readily trained to observe 
a pink tinge in such a solution due to 1 or 2 drops of N/20 KMnQg. 
At this stage all vanadium has been oxidized back to VoO; and 
the excess FeAm sulphate destroyed with an equivalent of KMnO.. - 
By subtracting the c.c. of KMnO, consumed in back titration, 
from the total c.c. of FeAm sulphate used, we have the exact 
amount of sulphate solution required to reduce the chromium 
present. See ‘ Calculations.” 


VANADIUM TITRATION 


Having recorded the final burette reading in the chromium 
determination, transfer the last sulphate reading to a space set 
aside for calculation of vanadium—thus making it the starting- 
point for this determination. If less than 15 ¢.c. FeAm sulph. 
are left in the burette after the chromium determination, refill 
and note the reading before starting the vanadium titration, 
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as it is bad practice to refill the burette in the midst of titration 
of the vanadium. Add from a pipette or glass tube, + ©.¢. 
K;FeCNg solution and titrate rapidly yet carefully to the first 
appearance of a dark-blue color. 

Note the burette reading and subtract the previous reading 
from it. A blank representing the amount of FeAm sulph. 
required to produce the blue end-point in the vanadium titra- 
tion is further subtracted; this final difference is the exact amount 
of sulphate required to reduce the V2Os5 to V2Ox. 

Standards, Duplicates, Precautions, etc.—Do not filter warm 
or hot solutions through porous crucibles, because of the invariable 
tendency to reduce the chromium, thus giving a final value too 
low in per cent chromium. 

When vanadium is present, the pink of the KMnQy, used in 
back titration fades out on stirring and is not permanent until 
all VoO4 has been oxidized to V20;5. It is essential that the num- 
ber of e.e. of KMnOx, consumed in back titration of the chromium 
be in excess of the number of c.c. of sulphate used in the vanadium 
titration to the extent of 3 or 4 ¢.c. at least. Otherwise a little 
chromium may escape reduction and be counted as vanadium. 
This is important. 

Should the operator observe that in back titrating for chro- 
mium only a few c.c. give a permanent pink; stop; add FeAm 
sulph. until test is green, then resume the KMnOsy back titration. 

The following synthetic standard is suitable and convenient 
for chromium-vanadium steel: 


Oe, BAW GOSS par ent V) | 904 per cent Gr 
me eee is j .765 per cent V 
2 grams plain steel 


The plain steel used in making the standard analysis con- 
tains .003 per cent Cr and no vanadium. 

If a test clouds up immediately on putting in the ferricyanide 
solution for the vanadium determination, copper in considerable 
quantity is present. 

Nickel and cobalt up to 5 per cent do not interfere if the 
vanadium titration is made rapidly, after putting in the ferri- 
cyanide; the test clouds on standing for some time. 

If copper is present in sufficient quantity to give a dense 
cloud when the K3FeCNe¢ is added, then dissolve the steel as 
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already described, using the precautions given to insure prefect 
solution if tungsten be present. 

Then filter off the tungsten, if any be present; wash it with 
dilute sulphuric acid wash water; evaporate filtrate and wash- 
ings to slight fumes of SO3. Dense fuming renders the chromium 
insoluble. 

Add 200 e.c. of water and 20 c.c. more of 1 : 3 sulphuric acid; 
heat until all salts are in solution and pass a rapid stream of 
H2S through the solution until precipitate settles out well and 
supernatant solution is clarified. Filter into 500 ¢.c. beakers, 
wash twenty-five times with HeS water (3 ¢.c. HeSO4 (1: 3), 
500 c.c. water, saturated with He2S). Concentrate filtrate to 
100 c.c. volume, add 30 ¢.c. HNOs: (1.20), boil for five minutes, 
dilute to 300 ¢.c., bring to a boil, add a slight excess of perman- 
ganate, boil, and proceed in the usual manner for determining 
chromium and vanadium. The CuS precipitate is quantitative 
and may be determined by titration with KCN. It is a rare 
occurrence that enough copper is present to interfere. 


EXAMPLES 
K,Cr.0; ROO oe 200 mg 
N/20 KMnO, RGV eae eer 40 mg. N/20 FeAm sulph. 
eS Plain steel....... 2gm.¢ e 96.0 
0.0 0.0 
LIES cre. 96.0 
—11.8 
84.2 cc 
.3535 gm. Cr in 1 gm. K2Cr.07 
4 

84.2) .07070000(. 0008396 7.0 
X 100 0.0 


7.0 
1 c.c. = .084 per cent Cr on 1 gm. basis —6.0 


: V-blank .0 ce. 
.3825 gm. V in steel 


04 
.0153000(.00254 gm. =vanadium value at 1 c.c. FeAm sulph. 
1524 6.02 c.c.=FeAm sulph. to reduce vanadium added. 


600 
508 
— 1 c.c.=.254 per cent V on 1 gm. basis. 


N/20 KMnOx 
21.0 
11.8 


9.2 c.c. 


CALCULATIONS 


Mersop Usrep In Cr anp V 
Alva Std. 3 gm. 
1.03 per cent Cr 
.228 per cent V 


.0103 gm. Cr in 1 gm. Alva. 


3 


36.8) .030900(.00084 


2944 


1460 
1472 


V-blank 


.00228 gm. V in 1 gm. Alva. 


3 


25 


N/20 FeAm sulph. 
oon) 


° 


1.0 cc. 


1 c.c. = .084 per cent Cr on 1 gm. basis. 


.006840(.00254 gm. V value of 1 ¢.c. N/20 FeAm sulph. 


508 


1760 
N/20 KMn0O; 
31.0 
21.0 


10-0 cc. 


2.7 C.c 


No. 30a 4 gm. N/20 FeAm sulph. 


49 59.0 
.084 0.0 
bale =—— 63.5 
196 59.0 59.0 
392 10.0 ce 
4)4.116 ss ‘ 
ts 029 49.0 c.c. 1 0 e.c. blank 
sa 
XK .254 
1270 
762 
4) 8890 
t222 
1.03 Cr 
Pe sf 
No. 302 3 gm. 
1203 45.0 
084 0.0 
492 45.0 
984 we! 
Ts aaa 3)36.9 
1.0332 


12.3 ee. 
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1.03 Cr 48 .6 
.22 V 45.0 


Bao 
1.0 ¢.c. blank 


2.6 
X . 254 


1524 

_ 508 _ 
3) .6604 
ome 


Variation from the above Directions 


.5 per cent Cr to 2 per cent Cr.......use 3 to 5 gm. samples 
2 per cent Cr to 5 per cent Cr........use 13 to 2 gm. samples 
Over dypericent: Cramer. etme rat use 1 gm. 


When 5-gram samples are taken, dissolve in 40 e.c. HeSOx4 
(1 : 3) and 60 c.e. distilled water, then oxidize with 40 e.c. HNO3 
(1.20), after which proceed as outlined in the foregoing method: 


Rapip METHOD FOR PRELIMINARY Batu TESTS 


KMnO, Method, Destroying Excess Pink Coloration with 
Manganese Sulphate: Chromium, 35 Minutes.—Weigh 2 grams 
sample in 600 ¢.c. beaker, dissolve in 100 ¢.c. H2SO4 (735 per cent 
by vol.) on stove or hot plate. When dissolved, remove from 
heat and add cautiously 30 c.c. HNOs (1.20). Replace on stove 
and boil off all brown fumes. Dilute to 200 ¢.c. with boiling 
distilled water. 

Add KMn0Oy solution (25 grams per liter) to the boiling solu- 
tion in small doses until test is pink, and a slight cloudiness 
persists. Boil five minutes; remove from stove; add cautiously 
200 mg. manganese sulphate crystals; replace on stove and boil 
five minutes longer to destroy excess KMnQOy4. Place beaker 
containing test in a pan of cold running water and bring to room 
temperature. ; 

Filter test through a porous clay crucible, wash ten times 
with distilled water from fine jet, transfer to original beaker, 
then titrate with N/20 FeAm sulph. and N/20 KMn0Os, in the 
usual manner. 
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HXAMPLE 


KMn0Os,. No. 13 Std. (.70 Cr) FeAm sulph. 
2 gm. 
a eS neers ean LENS a eea Ke hay hee 32.8 
WOO eviar eater LUSCH MOAGING ssi c sci s os 3.1 


' 29.7 
12.7 to be subtracted from FeAm sulph. T1287. 


17.0 c.c. 
.70 Cr in Std. 
__2 gm. taken_ 
17 c.c.)1.40000(.08235 
1.36 
Factor 
1 c.c.=.0824 per cent Cr. in 1 gm. sample 
KMn0, Sample No. E-58 FeAm sulph. 
2 gm. 
16.9 48.4 
13.3 3y4.i5) 
3.6 C.c. 15.6 
3.6 
12.0 cc 
.0824 Factor 
12 
1648 
824 
2gm 9888 
4944 .49 Cr 
(Time required, 35 minutes.) 
‘ Remarks 
100 e.c. H.SO, (73 per cent = (39 c.c. H2SO, (1 : 3)) 
(70 c.c. water ) 


Moderate suction is used when filtering test through the porous 
clay crucible. Should test have a pink color after transferring 
to original beaker, add 100 mg. more of manganese sulphate and 
boil until cloud forms; requires about five minutes’ boiling. 

Cool; filter; then proceed with titration. Do not increase the 
dose of manganese sulphate, as it makes the result too high (see 
page 28). 
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EFEECT OF MANGANOUS SULPHATE ON CHROMIUM RESULTS 


No, 13 Std. 2 gm. plus 100 mg. Mn sulph......... .69 correct 
No. 18:Std. 2.¢m, plus 200 mg. Mn sulph...,...... ./1 correct 
No. 13 Std. 2 gm. plus 500 mg. Mn sulph......... 73 too high 
No. 13 Std. 2 gm. plus 500 mg. Mn sulph......... .76 too high 
No. 13 Std. 2 gm. plus 500 mg. Mn sulph......... .773 too high 
Correct chrome value for No. 138 Std.............. .70 per cent Cr 


Modified Persulphate Method for Rapid Preliminary Bath 
Tests—Chromium—Time Twenty-five Minutes.—Weigh | gram 
sample in 400 ¢.c. beaker; dissolve in 100 ¢.c. H2SOx (73 per cent 
by volume). Add 30 ¢.c. HNO3 (1.20) and boil until all brown 
fumes have been expelled. Add 20 c¢.c. AgNO, solution (6 grams 
per 1000 c.c. water) followed immediately by 20 ¢.c. ammonium 
persulphate solution (240 grams per 1000 c.c. water); then 
boil moderately until fine bubbles are no longer expelled. 

Add 3 ¢.c. of a 5 per cent solution of HCl, and boil for two 
minutes; if solution has any trace of red color left, add 1 c.c. 
more of the 5 per cent HCl and boil another minute (i.e., the 
permanganate pink of the test should be destroyed with the 
smallest possible excess of HCl). 

Cool in a pan of water to room temperature, then titrate 
with N/20 ferrous ammonium sulphate and N/20 KMn0Ox, in 
the usual manner for chromium and vanadipm, using a 5 per 
cent solution of K3FeCNg¢ as an internal indicator in the vana- 
dium titration. 

Remarks.—The chrome factor is a little higher and the vana- 
dium blank lower in this method, as compared with the perman- 
ganate method filtering through clay crucible method. 


EXAMPLE 
KMn0Og No. 13 Std. (.70 Cr) FeAm sulph. 
1 gm. 
32.4 23.1 
2618 Soa 
6.1 .0843 14.4 
8.3) .70000 6.1 
664 i 
= 8.3 
360 
332 
280 
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KMnO, E-58 FeAm Sulph. 
1 gm. 
37.4 33.8 
32.4 23.1 
5.0 10.7 
.0843 5.0 
wf = aS 
5.7 
5901 
4215 
.48051 .48 Cr 


(Time required, 25 minutes.) 


CHROMIUM AND VANADIUM (PRESENCE OR ABSENCE OF TUNGSTEN) 


Persulphate Method.—Walters’ Method, Combined with 
Author’s Internal Indicator Scheme.—Weigh 1 to 2 grams in 
600 c.c. beaker. Do not use more than 1 gram of sample if 
the chromium is above 3 per cent. Dissolve in 100 ¢.c. H2SOx 
(7% per cent by volume) on stove or hot plate. Add 30 ec.e. 
HNOs3 (1.20 sp. gr.) and boil gently until all brown fumes have 
been expelled and tungsten has become bright yellow, if present. 
Dilute to 200 ec.c. with distilled water, bring to boil, add 20 c.c. 
AgNOg3 solution (6 grams per 1000 c.c. water) followed imme- 
diately by 20 ¢.c. ammonium persulphate solution (240 grams 
per 1000 ¢.c. water); then boil gently until fine bubbles are no 
longer expelled. 

Add 3 c¢.c. of a 5 per cent solution of HCl and boil for two 
minutes; if the solution has any trace of red color left, repeat 
the dose of 5 per cent HCl, and boil again (i.e., the permanganate 
pink of the test should be destroyed with the smallest possible 
excess of HCl). Cool in a pan of water to room temperature, 
then titrate (without filtering off any precipitates) with N/20 
ferrous ammonium sulphate and N/20 KMnOx, in the usual 
manner for chromium and vanadium, using a 5 per cent solu- 
tion of K2FeCNg as an internal indicator in the vanadium titra- 
tion. Filter off all precipitate before titrating if the manganese 
_is much above .60 per cent. 

Anexcess of 5 per cent HCl gives low chromium results. Steels 
above 0.60 per cent manganese content give intensely red solu- 
tions, after addition of ammonium persulphate and, on boiling, 
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yield chocolate-colored precipitates of oxides of manganese. 
When chromium is wanted the manganese oxide precipitates, 
if not destroyed, consume ferrous ammonium sulphate in the 
titration of chromium giving results for chromium that are too 
high. 

It is safer to filter out this manganese oxide on account of 
danger of adding too much HCl when trying to redissolve it. 
No difficulty is experienced in titrating chromium and vana- 
dium, without removing the tungsten by this persulphate method. 

The above method is substantially the method as proposed 
by H. Walters, except the use of the internal indicator. 


DETERMINATION OF CHROMIUM AND VANADIUM BY THE MrtTHop 
or REMOVING THE BULK OF THE IRON WITH AMMONIA 


For determination of small amounts of chromium and yvana- 
dium, dissolve 5 to 10 grams of steel in 50 c.c. 1 : 3 HeSOx, dilute 
with 50 c.c. of water, using a 600 ¢.c. beaker. After action is 
over, filter off the insoluble residue, wash it about fifteen times 
with dilute sulphuric acid. Call this filtrate end washings No. 1. 

The insoluble residue is then washed off into the original 
beaker and held for further treatment, to, be described later. 
It will contain much or little of the Cr and V, depending on the 
total percentage of carbides present. The filter paper may still 
contain a little V and C in its pores. Ash it in a porcelain 
crucible; dissolve it in a few drops of conc. HCl with heat; fume 
with 6 c.e. 1: 1 HoSO4 to remove HCl. Add it to (A). 

Dilute the filtrate No. 1 at once, to about 200 ¢.c., and add 
1:1 ammonia slowly with constant stirring till a black pre- 
cipitate forms. At this stage, add drop by drop about 2 e.ec. of 
ammonia in excess to assure a complete precipitation of all the 
chromium and vanadium with very little iron. 

Filter at once and redissolve in 50 ¢.c. 1:3 HoSOs. Wash 
paper twenty-five times with dilute sulphuric acid wash. Pour 
filtrate and washings into the original beaker containing the 
insoluble residue (volume at this point should not be more than 
100 c.c.). Heat beaker for a while and add 40 s.c. of 1.20 HNOs 
to oxidize all carbides (A). | 

Continue to heat until any tungsten carbide present is yellow. 
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By this time vanadium and chromium will be in solution, or 
if no tungsten is present, heat until all red fumes are gone and 
the residue is white and floating. Boil a few minutes and then 
add permanganate from a pipette a little at a time until a brown 
precipitate of manganese oxide forms’ that does not dissolve 
after twenty minutes’ boiling. The boiling with permanganate 
brings the chromium and vanadium to their highest stage of 
oxidation. 

Filter off the excess of manganese oxide together with some 
silicon and tungsten, if any is present. Use a heavy suction 
bottle and’a porous crucible (zirconia crucible is preferred). 

Wash the residue in the crucible about fifteen times with water 
only. ‘Transfer filtrate to clean beaker, volume about 300 c.c. 
Finish as usual for chromium and vanadium with ferricyanide 
as an internal indicator. See pages 7, 8, 9, 10, 11, 12, and 18-25. 

The advantage of the method of course is to remove the 
bulk of iron, thus enabling the operator to take larger weights 
of sample. In this way a steel containing 0.1 to 0.02 per cent 
Cr or V, or both, can be analyzed with just as much accuracy 
as one containing 1 or 2 per cent Cr, and 0.25 to 0.50 per cent 
V or higher. 


TABLE SHOWING RESULTS OBTAINED BY METHOD ON KNOWN 


STEELS 
Chromium| Results | Vanadium) Results Blank 
Steel Taken, Grams. Added, Found, Added, Found, Be 
Per Cent. | Per Cent. | Per Cent. | Per Cent. ae 
OL 6 a + 3.07 3.00 | 0.043 | 0.056 1.6 
EO oS ice nee 2 re-center : 0.274 0.278 0.040 0.030 1.5 
Dara EM Ses T8 osisins' eats sso » 0.545 0.550 0.024 0.020 1.5 
ES A Botvackas ; None | None |~ 0.115 | 0.112] 0.6 
10), 2 (ee ae roe , None None 0.076 | 0.076 0.6 
Cr, V, and W steel, 2 gms.. | 3.63 3.61 83 82 
@roVesteel) 5 pris. 000... 1.06 1.08 254 ..244 
Cr-V steel, 8 gms...-...... .545 .550 .024 .033 
CraVesteel 0, LUIS. bss, 16-2 < 1.03 1.01 0.220 0.237 
U.S. No. 3) Std., 3 gms... Iai 1.37 0.215 0.22 
@ieV steel: Oo PMs... .2 a enc: 1.06 1.05 0.228 | 0.228 
24 Cr-V steel, 5 gms....... 1.06 1.03 0.140 0.142 hit 
beetle ONS peso eeeme ve vhs acs None None 1.913 | 1.879 0.3 
Cr-V-W steel, 2 gms....... PANES 2.72 3.19 3.23 


—S— 
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Carbon.—The high carbon, low silicon ferro-vanadiums 
decarbonize readily in the electric furnace with oxygen only. 
The lower carbon grades and high silicon varieties yield better 
if they are mixed with an equal weight of red lead, if burned 
in the electric furnace, or with four times their weight of red 
lead in the ten-burner Bunsen combustion furnace. 

Nickel in Ferro-vanadium.—Large amounts of vanadyl salts 
in solution yield ammoniacal citrates of a very dark green color. 
making it an impossibility to see end-points in a cyanide and 
silver titration. The vanadic salts are free from this objection: 
Dissolve 1 gram of the ferro-vanadium in a mixture of 30 c.e. 
of 1:3 sulphuric acid and the same quantity of 1.20 nitric acid. 
Use a little hydrofluoric acid and then evaporate to fumes with 
sulphuric acid, as already described in this chapter, if there 
should be an insoluble residue after heating with the mixed 
acids first mentioned. Boil the sulphuric and nitric solution, 
or the water solution of the fumed residue, with an excess of 
permanganate; filter out the oxide of manganese; wash it with 
sulphuric acid water. Neutralize the free acid in the filtrate 
with ammonia before adding the citric acid,* or the latter will 
reduce the vanadic to hypovanadic acid again. Then add a 
slight excess of ammonia to the clear solution and titrate the 
nickel in the regular way with cyanide and silver nitrate. (See 
Chapter IX.) If copper is present it will interfere, and the 
H28 method given in page 9 is the simplest way to prevent 
the interference and to obtain the percentage of the latter ele- 
ment in the same analysis. Remove the copper before adding 
the citrate. 

Manganese in Chromium and Vanadium Steels.——The man- 
ganese is obtained as in steels, by dissolving 0.050 to 0.100 gram 
of sample in 40 ¢.c. 1.20 nitric acid, boiling off red fumes, further 
boiling for four minutes with 1 gram of lead peroxide of a light 
brown color... Very dark brown to black-looking lead peroxide 
should be rejected, as the black-looking variety invariably gives low 
results. In the writer’s experience with different lots, the black- 
brown peroxide gives results from 10 to 20 per cent too low. 
After boiling four minutes with the brown peroxide the solution is 


*It is still better to add ammonium citrate made by neutralizing the 
citric acid with ammonia. This does away entirely with the vanadium 
green. sy 


ed 
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promptly put into cool water and from there into cold water. 
After the excess of lead peroxide has been allowed to settle for 
ten minutes, or more, if convenient, the pink solution is care- 
fully decanted into a 5-ounce beaker and titrated with a standard 
solution of sodium arsenite until the pink shade is gone and the 
slight yellow of the nitrate of iron appears. 

Chromium gives high results by the process just described 
and must first be removed as follows: Dissolve 0.150 or 0.30 
gram of the chrome or chrome-vanadium steel in 5 ¢.c. of 1:3 
sulphuric acid in a 250 by 25 mm. test tube, warming gently 
till action is over. Warm further with 10 ¢.c. of 1.20 nitric 
acid and boil off red fumes. Cool to room temperature; dilute 
to about 30 ¢.c. with water. Add a rather thick cream of zinc 
oxide until the ferric and chromic hydrates begin to settle, 
leaving a ring of clear fluid on the top. Continue the addition 
of zine oxide cautiously until a slight excess is present, as shown 
by a thin layer of it settling to the bottom of the test tube. Avoid 
a large excess of zinc oxide, as it will cause an error in the volu- 
metric measurements. Cool again and dilute to the 75 e.e. 
mark. Close the tube with a clean rubber stopper and mix the 
contents of the test thoroughly by repeated inversions of the 
tube. After the precipitate has settled somewhat, filter through 
a dry filter into a dry beaker. Rinse a 25 c.c. pipette three 
times with some of the filtrate and then deliver 25 ¢.c. into a 
250 by 25 mm. test tube, add 15 ¢.c. of concentrated nitric acid, 
bring to boil, add lead peroxide, boil four minutes and finish 
as in plain steels. This process can be carried through in forty- 
five minutes and is entirely accurate for technical analysis to 
2 per cent of manganese. 

Manganese in High Silicon Ferro-vanadium that is Par- 
tially Insoluble in Acids.—Some ferro-vanadiums have been 
encountered that are partially insoluble due to high silicon, 
and perhaps also to high aluminum content. These types are 
rather rare. To obtain the manganese proceed exactly as 
described for the determination of manganese in the complete 
analysis of ferro-aluminum-titanium alloy, pages 47-48. If 
manganese only is wanted, 0.200 gram can be taken and fused 
in an iron crucible with a mixture of 2 grams of Na2CO3 and 
1 gram of NagO2 and then proceed exactly as described on 
pages 47-48 for the alloy of silicon-aluminum-titanium. Run 
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blanks, as iron crucibles sometimes contain considerable man- 
ganese. 

Sulphur.—Ferro-vanadium does not dissolve completely in 
dilute hydrochloric acid so that even approximate sulphur tests 
by evolution are not available. To determine sulphur in low 
silicon ferro-vanadium dissolve 3 grams of sample in 100 c.c. 
of concentrated nitric acid in a 600 c.e. beaker. When action 
ceases add immediately 50 c.c. of concentrated hydrochloric 
acid for, in alloys containing 35 and higher percentages of vana- 
dium, a red precipitate settles out in large quantities if hydro- 
chloric acid is not present to dissolve it. The presence of the 
red precipitate has 2 disadvantage. It causes the contents of 
the different beakers to spurt. Two grams of carbonate of 
soda are added. The solutions are transferred to No. 6 porcelain 
dishes and evaporated to dryness. The residue is dissolved in 
100 ¢c.c. of hydrochloric acid and evaporated again to dryness. 
Solution is once more effected with 50 ¢.c. of cone. hydrochloric 
acid followed by evaporation to a scum. Ten e.c. of concen- 
trated hydrochloric acid are employed to dissolve the scum; 
100 ¢c.c. of water are added; the solution is filtered; diluted to 
300 ¢c.c. and the sulphate precipitated with barium chloride, 
using 60 ¢.c. of a saturated solution diluted with 240 c.c. of 
water. Blank determinations are made ‘of exactly the same 
reagents and the sulphur found is deducted.* 

One gram of highly silicious ferro-vanadium is fused with 
a mixture of 20 grams of sodium carbonate and 4 grams of potas- 
sium nitrate. The fusion is dissolved in water, acidulated with 
hydrochloric acid, evaporated twice to dryness, taken up with 
20 c.c. of concentrated hydrochloric acid and sufficient water 
to dissolve the sodium chloride, and filtered. The sulphate in 
the filtrate is precipitated with barium chloride solution, 
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Dissolve 1 gram of sample as far as possible with 1.20 nitric 
acid in a No. 5 porcelain dish. When all action is over, evaporate 
to dryness on a graphite bath. Ignite until all red fumes 


*Or fuse 1 gram with 8 grams of Na,O2 in an iron crucible; dissolve in 
water; acidulate with HCl, ete. 
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are gone over a Bunsen burner, or preferably in an electrically 
heated muffle furnace at a low red heat. Cool, then dissolve 
in about 20 ¢.c. concentrated HCl; heat until all chlorine fumes 
are gone, and all but the silica is in solution. Filter off silica, 
wash it free of iron test with 1:40 HCl. Smoke off filter 
paper in a platinum crucible; then increase the heat until the 
ash is free of charcoal. Add to the ash about 10 c.c. HF, and 
then 5 ¢.c. of 1: 1 H2SO4, and when action is over, evaporate 
to thick fumes of S03. Cool; add water cautiously and heat 
until all is in clear solution. Transfer this solution to the main 
filtrate from the silica. Dilute all in an 800 c.c. beaker to about 
300 c.c. Add cautiously from a small porcelain spoon, sodium 
peroxide until sufficient of it has been used to precipitate all of 
the iron; and the supernatant fluid is alkaline. (Keep the 
cover on the beaker as much as possible.) Then add 5 grams 
of NazOz2 in excess, and also 5 grams of NagCOs3. Bring just 
to a boil; cool; add paper pulp made from ashless filter paper. 
Stir the pulp well through the precipitate of hydroxide iron, ete. 
Use a ball of pulp about # inch in diameter, filter the mixture 
of pulp and iron hydroxide through a double 12 centimeter paper. 
A small square of cheesecloth can be folded in with the filter paper 
at its apex to prevent the alkaline solution from tearing the paper. 

Wash the mixture of pulp and hydroxide of iron with sodium 
carbonate wash (5 grams dissolved in 500 ¢.c. water) about twenty 
times; stir the paper pulp during washing, bringing the bottom 
part of the mass to the top. Each washing to be effective must 
be thoroughly drained off before the next one is applied. This 
filtrate and washings contain the bulk of V and Al. Add to it 
slowly from a burette 1:1 HCl with constant stirring until 
the solution no longer turns turmeric paper even a faint brown 
but still reacts alkaline to litmus paper. Al(ONa)3+3HCl= 
3NaCl+Al(OH)s3. 

If considerable aluminum hydroxide separates out at this 
point, then the iron and pulp residue from the first peroxidation 
must be dissolved off in hot 1: 1 HCl and thoroughly washed 
with 1:40 HCl. This filtrate and washings are peroxidized 
as before, using 5 grams peroxide and 5 grams of carbonate in 
excess, brought to a boil, cooled, filtered, and washed’ with car- 
bonate water. The alkaline filtrate and washings are made neu- 


tral to turmeric paper and still slightly alkaline to litmus paper. 
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If very little aluminum separates out at this stage, that 
is, only a slight cloudiness occurs, then the third peroxidation 
of iron is not necessary. The aluminum hydroxide from the 
first and second peroxidations are filtered through the same 
double 9 or 12 centimeter filter, size of paper depending on the 
amount of precipitate. 

Wash this mixture of aluminum hydroxide and paper pulp 
with ammonium nitrate wash (5 grams ammonium nitrate, 
1 gram in 50 c.c. of water) about thirty or forty times, upsetting 
pulp each time). Dissolve this precipitate of aluminum away 
from the pulp with hot 1: 1 HCl, using about 30 c.c. of the acid. 
Pour the hot acid back and forth over the pulp, stirring same 
up well each time with a thin glass rod, then wash it about twenty- 
five times with 1 : 30 HCl, and then free of chlorine test to silver 
nitrate with water alone. 

Save this filter paper and pulp to burn with the Al2O3+V205 
obtained in the manner to be described, as it may still contain 
a little aluminum undissolved. This solution and washings 
from the pulp will contain the aluminum, and also a little vanadium 
and phosphorus. Heat this solution and washings to nearly 
boiling, adding a slight excess of ammonia and boil until ammonia 
smell is very faint. Ten or twenty minutes’ boiling is sufficient, 
if but a slight excess of ammonia was added'if the first place. 

The aluminum hydroxide precipitate should now be free of 
occluded salts; mix it with paper pulp; filter; wash with ammonia 
nitrate water as before. Place the washed filter containing 
the Al(OH)3 and pulp, after same has been well drained in a 
platinum crucible; smoke off the paper; add to it the filter paper 
and pulp from which the crude aluminum hydroxide was previously 
dissolved and which as stated may contain a little aluminum. 
When the smoke is all gone, raise the heat sufficiently to obtain 
a yellowish white residue. AloO3+P20s5+a little VeoO5+a little 
silica, the latter coming from the vessels used and from the filter 
ash. This residue is blasted mildly to constant weight, evap- 
orated with about 6 c.c. of HF plus 5 or 6 drops 1:1 of sulph- 
uric acid; evaporate to thick fumes. Drive off excess of SOs; 
ignite to bright red and weigh. This weight gives the AlpO3+a 
little VeO5+P205. To correct for the V205 fuse the residue of 
oxides with twenty times its weight of sodium carbonate in a 
platinum crucible. Dissolve the fusion out in water; clean the 
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crucible by heating in it a little dilute sulphuric acid. Add 
cleanings to the water extraction of the fusion which has mean- 
while been made acid with H2SO4. Reduce the volume to about 
150 c.c., then dilute the volume to exactly 200 ¢.c.; mix well, 
measure out 100 e.c.; boil this 100 ¢.c. with an excess of 
KMn0Ox4 and determine the vanadium in the solution as in steel. 
Calculate to V2Os. 

The other 100 c.c. of AlgO3-+P205+V20s5 solution is precipi- 
tated with a slight excess of ammonia; filtered; washed about 
twenty times with ammonium nitrate wash; dissolved off with 
hot HCl; washed with 1: 40 HCl; this filtrate and washings are 
evaporated low; then converted to nitric by evaporating to 
10 c.c. after adding 75 e.c. of cone. HNO3; then finished for 
phosphorus, as in high vanadium steel, using the ammoniacal 
water solution of ammonium molybdate. Calculate the milli- 
grams found to P2O; by multiplying by the factor 2.2886, 
deduct twice the milligram of V205 found as described plus twice 
the milligram of P20; found from the total AleO3+P205 and 
V20;5 and calculate the remainder to percentage of Al by use 
of the factor 53.033 and dividing by weight taken. 


TRoN DETERMINATION USING THE HypDROXIDE FROM WHICH THE 
ALUMINUM AND VANADIUM HAVE BEEN EXTRACTED BY 
PEROXIDATION 


Get the sample in solution and remove all of the vanadium in 
the same manner as described for Al in the determination of the 
Al in soluble ferro-vanadium, pages 34-35. The V passing out 
with the Al. It may take as many as three peroxidations to 
remove all of the V. The vanadium-free hydroxide of iron is 
then converted into sulphate, and passed through the reductor and 
titrated with standard KMnOx4 as in iron ore. See pages 365-366. 


Tue DreterRMINATION oF Al, Fe, Mn, Si, AND V IN PARTIALLY 
SOLUBLE FERRO-VANADIUM 


Very high silicon and aluminum ferro-vanadiums are only 
partially soluble in nitric-hydrochloric mixtures. HF must be 
used except when S, Si, and P are wanted; for these three 
elements a fusion is necessary. 

Silicon, Manganese, Sulphur, and Vanadium.—Fuse 1 gram 
of the finely ground alloy in a mixture of 10 grams of NazCOz 
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plus 5 grams of NagOz in an iron crucible in the same way as 
described for ferro-titanium (see pages 47-48), getting the 
silicon, sulphur, and manganese exactly as described for the 
Si-Al-Ti-Fe alloy. Also aliquot parts of the total liter filtrate 
and washings from the silicon can be used for V by converting 
aliquot parts to nitrates or sulphates; then boiling with a slight 
excess of permanganate and finishing the V from this point on 
as in soluble ferro-vanadium. Run blanks including all chemicals 
and all operations, deducting the same. 

Iron, Aluminum, and Manganese.—Dissolve 1 gram of the 
finely ground alloy in HF plus H2SO4 plus HNO3 exactly as 
given for the I’e-Ti-Al-Si alloy (page 49), fuming to sulphates. 
Use aliquot parts of the liter solution for Al and Fe by per- 
oxidizing the same in the manner as described for the vanadium 
alloy (see pages 35-37). Correct the Al for V205, P2Os, and 
SiOz in the manner given on page 37 for Al in soluble ferro- 
vanadium. Run blanks and known mixtures covering all opera- 
tions. 

Phosphorus.—Proceed by fusion as described on page 53 
for Ti-Al-Si-Ie alloy up to the point where the solution of the 
hydroxides is evaporated to 15 c.c. with 100 c.c. of cone. HNOs. 
Filter out the vanadic acid that separates out here; wash it 
with cone. nitric acid and finish the analysis in the manner given 
for ferro-vanadium on pages 44-45. 

Nickel and Copper in the High Silicon Ferro-vanadium.— 
Dissolve the alloy by the HF plus H2SO04 plus HNOs method 
(see pages 74-75), converting all to sulphates as described and 
finish by removing the Cu by H2S; evaporate the filtrate and 
washings to 100 c.c.; add a few crystals of potassium chlorate; 
evaporate to fumes; take up in water, heating to dissolve all the 
sulphates; and finish for Ni by the cyanide method as in steel. 
Also the ferricyanide method given on pages 205-212 can be 
used to advantage when very small per cents of the elements 
are present. 


THE DETERMINATION OF IRON AND VANADIUM IN THE SAMB 
OPERATION BY REDUCTION WITH H2S 


The writer has used the plan of dissolving the ferro in sul- 
phuric and nitric acids, with a little hydrofluoric acid if necessary. 


COPPER AND MOLYBDENUM 39 


Evaporation to fumes and solution in water are the next steps. 
The vanadium and iron are then reduced with hydrogen sulphide, 
the solution is filtered,* hydrogen sulphide is removed with 
COs, and permanganate of potash standard is added until a 
pink is obtained or an old rose shade, that does not fade per- 
ceptibly after one minute’s stirring. 2.5 c.c. of ferricyanide 
indicator are now dropped in, and a ferrous ammonium sulphate 
standard, 1 ¢.c. of which equals 1 ¢.c. of the permanganate, 
is added until three drops of this standard cause the light blue 
of the vanadyl solution to darken with the blue of the ferri- 
cyanide of iron. The number of c.c. of permanganate used 
to produce the old rose shade less the number of ¢.c. of sulphate 
required equals the number of c.c. of permanganate used to 
oxidize the iron, which number multiplied by 0.00556 gives 
the amount of iron in parts of a gram. The number of c.c. 
of sulphate used to produce a darkened blue, multiplied by 
0.00508 (provided the sulphate exactly equals the perman- 
ganate), equals the number of grams or parts of a gram of vana- 
dium present. (3.16 grams KMn0Osg in one liter.) 

The iron residue from carbonate and niter fusions may 
be proceeded with for the estimation of the latter metal in this 
way: After removing the platinum, copper, etc., from the 
hydrochloric acid solution of the iron oxide by hydrogen sul- 
phide, evaporate the filtrate and washings from the sulphides 
with a small excess of potassium chlorate. Remove the hydro- 
chloric acid by evaporation to thick fumes with 60 c.c. of 1:1 


‘sulphuric acid. Add water; dissolve by heating; reduce with 


metallic zine; and titrate with standard permanganate for iron. 

Copper.—If copper is present to any appreciable extent, as 
shown by the clouding with the ferricyanide indicator, it can 
readily be separated by hydrogen sulphide, passing the latter 
gas through the sulphate solution obtained by dissolving the 
sample in nitro-sulphuric acid, using a little hydrofluoric acid 
if much silicon be present, evaporating to fumes of sulphuric 
acid and dissolving in boiling water-to hasten solution. (Copper 
can also be easily and quickly separated from this sulphate 


* Immediately after filtering out the sulphides, pass H.S, again, for thirty 
minutes to reduce any iron that may have become oxidized during the filtra- 
tion and washing of any metallic sulphides that may have formed, Then 
pass CO, to remove the excess of H2S as above. 
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solution by neutralizing most of the free acid and precipitating 
the copper with an excess of potassium thiocyanate and sul- 
phurous acid.) (Also see the author’s ferricyanide separation.) 
The sulphide of copper is filtered, washed with hydrogen sul- 
phide water, roasted free of paper in a porcelain crucible, dis- 
solved in 1.20 nitric acid, and filtered from any insoluble sulphides 
or alumina. The filtrate and washings are made slightly alkaline 
with sodium carbonate water; 1 ¢.c. of ammonia is added and 
the solution titrated to disappearance of a blue with potassium 
cyanide standardized against 99.8 per cent metallic copper in 
the same manner. 

Molybdenum.—Molybdenum is separated exactly as the 
copper with hydrogen sulphide in slightly acid solution. The 
brown sulphide is roasted at a low heat in a porcelain crucible 
to a white or a bluish white residue (unless dark-colored oxides 
are present); then finish the determination exactly as described 
for molybdenum in steel (see page 156) by weighing the white 
to bluish white residue as crude MoO3. Dissolve this MoO3 
in ammonia by warming it. Filter out the insoluble; wash 
it with ammonia water that has been filtered free of any 
impurities. Ignite the ammonia insoluble; weigh it; deduct its 
weight from the crude MoO3. If the ammonia solution is blue, 
then copper is present. The ammonia solutfon must be nearly 
neutralized with nitric acid until it smells faintly but distinctly 
of ammonia. This blue solution can then be titrated with a 
standard KCN solution slowly, and with constant stirring, to 
the disappearance of the blue, as in steel: The copper so found 
is calculated to CuO and deducted from the weight of the crude 
MoOsz after first deducting the weight of the ammonia insoluble. 
The weight remaining after these two deductions equals the 
pure MoOs, which is reduced to metal by the use of the factor 
0.6666. . 

The molybdenum sulphide must be burned off at the lowest 
possible heat, just below redness until the volatile matter is 
gone. Then the heat is raised cautiously to faintest possible 
red and maintained at this heat until the residue of crude MoO3 
is free of carbon from the filter paper. This is a most satis- 
factory method for weighing molybdenum for all percentages. 
The writer has used it for years. 
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THE DETERMINATION OF PHosPpHORUS IN VANADIUM STEELS, 
$ ERRO-VANADIUM, NON-VANADIUM STEELS, AND Pia Tron * 


I. Method for Steel Containing Vanadium Up to 2.6 Per Cent. 
—Ibbotson and Brearley, in 1902,} recommended that phosphorus 
be precipitated from the reduced solution of vanadium, using 
ferrous sulphate as a reducing agent, claiming thereby to aid 
in the precipitation of phosphorus when vanadium is present. 

Cain and Tucker, in 1913,{ recommended that the vanadium 
present be reduced with ferrous sulphate and sulphurous acid 
for the same purpose. 

The method here described gives a successful and convenient 
method for complete precipitation of phosphorus in the presence 
of highly oxidized vanadium: 

Place 1.63 grams of sample in 150 ¢.c. beaker. Dissolve in 
45 c.c. HNOs (1.138 sp. gr.) over a low flame. When the solution 
is clear, and brown fumes have been driven off, add 3 c.c. KMnO4 
solution; boil three minutes; then add 3 ¢.c. FeSO, solution to 
dissolve precipitate due to the excess permanganate; boil until 
brown fumes are gone. Avoid large excess of ferrous sulphate. 

Add 40 to 50 ¢.c. cone. HNO3 (1.42 sp. gr.); bring to a boil; 
rinse cover and sides of beaker with least amount of distilled 
water; then add 50 c.c. of the water solution of ammonium 
molybdate. Stir vigorously for a minute or two and let stand 
overnight. 

Decant through a 7-cm. paper, placing a little paper pulp in 
apex of filter, keeping the main precipitate in the beaker. Wash 
iron out of filter by washing fifteen times with the nitric wash, 
then proceed to pour the main precipitate onto filter. 

Transfer all of precipitate as far as possible, with the aid 
of the nitric wash. Add about 2 c.c. of wash to the beaker and 
remove adhering particles with a rubber-tipped glass rod. Use 
separate beaker for catching washings. Wash fifteen times with 
the dilute nitric wash; then twenty-five times with KNOg3 wash, 
or until the outside of the filter has no sour taste, especially 
along the double thickness. 


* Reprinted from the Journal of Industrial and Engineering Chemistry, 
Vol. XI, No. 2, page 113. February, 1919. 

+ “Analysis of Steel Works Materials.” 

t Journal of Industrial and Engineering Chemistry, Vol. V, p. 647 (1913). 
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Place filter containing washed precipitate in 150 c.c. beaker; 
add enough standard NaOH solution to cause the yellow color 
of the precipitate to disappear on macerating the paper to a pulp 
with a rubber-tipped stirring-rod. Dilute to about 30 c.c. with 
distilled water; add a drop of phenolphthalein solution, which 
should cause a deep red coloration, otherwise more standard 
NaOH solution is needed; then titrate back carefully with 
standard HNOg3 solution until the pink just disappears. Sub- 
tract total c.c. of acid used from total ¢.c. of alkali used. The 
difference in c.c. X0.01=precentage P. 


TABLE I—SHOWING EFFECT OF INCREASING AMOUNTS OF 
NITRIC ACID (1.42 Sp. Gr.) ON PHOSPHORUS RECOVERY * 


Vanadium 15 e.c. HNOs 30 c.c. HNOs | 40 c.c. HNOs | 50 c.c. HNOs 
Added, Added, Added, Added, | Added, 
Per Cent. P Found. P Found. P Found. P Found. 

0.121 O12 2 ee ee 
pene Olea ira 0.120 0.121 
0.20 0.119 0.121 0.2210) tele 
0.40 0.114 0.118 Ee ek ee ae ee 
0.60 Omir 0.117 0.1205 4 cl paren e 
0.80 0.110 0.116 OO. 2 eee ee 
1.00 0.110 OSS 0.120 0.119 
1.40 0.110 0.112 0421 0.122 
1.80 0.105 0.112 0.119 0.121 
2.20 0.099 0.111 0.119 0.120 
2.60 0.0938 0.108 0.117 O LL 


* This work was done with 1.63 g. samples of U. 8S. Bureau of Standards, 0.120 P stand- 
ard, 10b. 


Remarks.—The tests with the higher vanadium content 
were more tardy in precipitating than the lower ones, though 
all settled well after forty minutes’ standing. Those to which 
15 c.c. conc. HNOs were added gave deep-orange precipitates, 
darkening in color about in proportion to the vanadium content, 
clinging tightly to the stirring rods and beakers. The three 
highest vanadiums are lower in yield of phosphorus than the 
preceding ones because of the impossibility of detaching the 
adhering precipitate from the stirring rods. 

Those with 30 ¢.c. cone. HNO3 were an improvement in 
speed of precipitation, color of precipitate, and cleaning from 
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beakers and rods. Those with 40 ¢.c. and 50 ¢.c. showed the 
best co.ored precipitates, i.e., nearest the normal yellow phos- 
phomolybdate color and gave water-white washings, from which 
no recoveries of phosphorus were made. The 50 ¢.c. ones were a 
little prompter than the 40 ¢.c. though both sets were a vast 
improvement over the 15 ¢.c. and 30 ¢.c., and both cleaned very 
easily from beakers and rods and gave good results. 

The precipitate from the 15 ¢.c. cone. HNO3 in particular 
seemed to be finely divided and passed through the pores of 
the filter, necessitating reprecipitation of the washings in all 
those of higher vanadium content. 

The vanadium was added as nitrate from an acid solution 
made as follows: Fuse 4.5 grams V2O5 (56.14 per cent V) with 
10 grams Naz2COs3 in a platinum crucible for ten to fifteen minutes. 
Let cool; place in a 400 c.c. beaker; add 10 c.c. water; then 
HNO3 (1.20 sp. gr.) until effervescence ceases and 25 c.c. in 
excess. Rinse off crucible thoroughly with distilled water; 
cool solution to room temperature; transfer to 500 c.c. flask; 
dilute to the mark with water; stopper, and shake to mix thor- 
oughly. 1 ¢.c.=0.00505 grams V. 1 per cent V in 1.63 grams 
sample =3.25 c.c. solution. 

The vanadium was added after the tests were weighed and 
before the 45 c.c. HNOs3 (1.13 sp. gr.) were added. The vana- 
dium was, in each instance, reduced from yellow to green, due 
to the action of the reducing gases liberated by the reaction 
between the acid and the steel. The 40 to 50 c.c. cone. nitric 
added just before removing from the fire caused the yellow 
vanadic color to return. 

Solutions Required.—Nitric Acid for Titrating.—Dilute 35.4 
c.c. HNO3 (1.42 sp. gr.) to 4000 c.c. with distilled water. 

Stock Solution of Sodium Hydroxide—Dissolve 150 grams 
NaOH (ec. p. sticks) and 1 gram Ba(OH)e in 1000 c.c. water. 
Stir well and allow to stand twenty-four hours. Filter off the 
clear solution (or decant if preferable) and dilute with an equal 
volume of distilled water. Put into a 2-liter bottle and close 
with a rubber stopper. 

Sodium Hydroxide Solution for Titrating—Dilute 566 c.c. 
stock solution to 8000 ¢.c. with distilled water. 

Ferrous Sulphate Solution—Dissolve 55 grams steel (low in 
phosphorus and sulphur) in 1000 ¢.c. beaker in 700 c.c. H2804 
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(1:3). Add a little water occasionally to prevent salting out, 
and heat gently, but do not boil. Filter, cool, and dilute to 
1000 ¢.c. 

Concentrated Potassium Permanganate Solution.—Dissolve 50 
grams KMnQOy, in 1000 c.c. water. 

Nitrate Wash.—Dissolve 8 grams KNOgz in 8000 c.c. water. 

Acid Wash.—Dilute 102.4 c.c. HNOs (1.42 sp. gr.) to 8000 c.c. 
with water. 

Faintly Ammoniacal Water Solution of Ammonium Molybdate. 
—Into each of four 800 c.c. casseroles weigh 55 grams ammo- . 
nium molybdate and 50 grams ammonium nitrate, and add 
40 ¢.c. ammonium hydroxide (0.95 sp. gr.). Dilute each to 
700 ¢.c. with water. Heat for about thirty minutes, stirring 
once in a while until all salts are in solution. Combine contents 
of the four beakers by pouring into a large bottle; then dilute 
to 4000 ¢.c. with water. Let stand overnight. Filter the 
insoluble material through double 15 em. papers. Do not wash. 
The clear solution thus obtained should remain clear indefinitely. 
Do not filter out the insoluble material until the total mixture 
from the four casseroles has stood overnight diluted to 4000 e.e. 

II. Method for Phosphorus in U. S. Standard Steels and 
Pig Irons to Which Have Been Added 28 Per Cent Vanadium 
and in Ferro-vanadium Containing 56.7 Pexy.Cent Vanadium.— 
Procedure.—Weigh out 0.5 gram steel and 0.5 gram V2O;5 (56.14 
per cent V). Transfer to 250 c.c. porcelain dish. Digest with a 
mixture of 30 c.c. HCl (1.20 sp. gr.) and 30 e.c. HNOs (1.42 sp. gr.) 
for about one hour; then rinse off cover, add 100 c.c. HNO3 
(1.42 sp. gr.), and take to dryness. Bake five minutes at 750° C. 
in an electric muffle furnace. 

Dissolve the oxides in 35 ¢.c. cone. HCl, evaporate to 10 c.c.; 
add 50 c.c. HNOsg (1.42 sp. gr.), take to 10 ¢.c. volume, then 
add 10 ¢.c. more strong nitric and heat a while with cover glass 
on. Filter through a platinum or porcelain Gooch crucible with a 
thin pad of acid-washed asbestos, using suction. Wash fifteen 
times, using the following wash: 200 ec.c. HNOs3 (1.42 sp. gr.), 
100 c.c. water, and 20 grams Fe(NOs)3. (Ferric nitrate made 
by dissolving 5 grams low phosphorus, melting bar steel in 50 c.e. 
HCl (1: 1) and taking to syrupiness twice with 50 c.c. HNOs 
(1.42 sp. gr.) each time.) 

Concentrate the filtrate from the separated V20s5 to 10 c.e. 


= 


SILICON IN FERRO-VANADIUM 45 


in 150 c.c. beaker and filter out the second crop of vanadium 
“rust”? as before. A third concentration to 10 ¢.c. should show 
no “rust”? (V20s5). 

To the third concentration add 40 ¢e.c. HNOs (1.42 sp. gr.), 
and bring to a boil; rinse cover and sides with water and precipi- 
tate with 50 c.c. of the faintly ammoniacal ammonium molyb- 
date solution. Stir vigorously for about two minutes. Let 
stand one hour; filter and wash as described for steels con- 
taining up to 2.6 per cent V. Titrate with alkali and acid in 
the usual manner. 


TABLE Ii—RESULTS OBTAINED USING THIS METHOD ON 
U. 8. STANDARDS 


No. Standard. Aude oa quad) ‘Given by ; 
1 TONS OGNV sO) pam. tee ata 500 0.522 0.526 
Z Hone) GbFVsOreied. pels se cine 500 0.5381 0.531 
3 OD COR eo aes se ends gn tate 500 0.124 0.120 
4 DOPE OE. Ss oe Sa ey Oe es oe 600 0.115 0.120 
5 INOS CORSTOS. VeO pe custo gitens axoteters 500 0.083 0.031 
6 Ose 2 UP SUM Vag tease see ae es 600 0.033 0.031 


In the above procedure an average of 0.007 per cent P was 
found in the V20; added. 


TABLE III—PHOSPHORUS IN FERRO-VANADIUM, 56.7 PER CENT 
VANADIUM 


Author’s Method by, Re-| |V20s reduced with) | 
moval of about 3 of| FeSOs and H2SO3./Acid Molybdate Pptn. Petey chine eee 
V205 and Pptn. with| Pptn. with Acid) No extra HNOs ater Pptn. wins 40 
faintly _Ammoniacal} Molybdate Solu-| added. No V re- gc, HNO# (1.49 Bp. 


Ammonium Molyb-| tion. No V_re- moved. ex) No W senoyeds 
date Solution. moved. 

Per Cent P. Per Cent. P Per Cent P. Per Cent P 
0.414 0.240 0.053 0.185 
0.418 0.232 0.108 0.188 
0.397 O25 6 |B Sectoral: sonevate 
0.401 DEA? ||N | alee Sob 
ee 0.234 Naas eh eiaye 
Pear 0.260 aoa oir eR Bess 

2220 eet |e eee eh me Pdot 
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Silicon.—For silicon dissolve 1 gram of the finely ground ferro 
in 50 e.c. 1.20 nitric acid. Add 30 ¢.c. 1:3 sulphuric acid and 
evaporate to fumes. Dissolve the sulphates in water, heating 
until all but silicic acid is in solution. Filter. Wash with 
dilute hydrochloric, then with water. Ignite and weigh as 
usual. If the sample contains much silicon and does not yield 
to the nitric acid, filter out the insoluble residue; wash it first 
with hydrochloric acid and then with water; roast off the paper 
in a platinum crucible. Fuse the residue with twenty times its 
weight of sodium carbonate plus 4 its weight of potassium nitrate. 
Dissolve the melt with water. Acidulate it with hydrochloric 
acid and add the clear solution to the portion dissolved by the 
nitric acid, and evaporate all to fumes with 30 c.c. of 1:3 sul- 
phurie acid, and finish as in low silicon ferro-vanadium. 


CHAPTER III 


THE ANALYSIS OF FERRO-ALUMINUM - SILICON - TITANIUM, OF 
NEARLY SOLUBLE FERRO-TITANIUM, AND TITANIUM STEEL 


Ferro-Aluminum-Silicon-Titanium.—Fuse 1 gram of the finely 
ground metal with a mixture of 10 grams of NagO2 plus 5 
grams of NagCO3 in a covered iron crucible. Apply low heat 
until the substance is thoroughly liquid. Keep molten about 
two or three minutes at a dull red heat. The best dimensions 
for the iron crucible are 2} inches top diameter by 14 inches 
bottom diameter by 1} inches high. Dissolve the fusion out in 
water; washing same into a dish or casserole. Acidulate the 
fusion with HCl; heat until all action is over, with the cover on 
the casserole. Remove cover; rinse under side of same off into 
dish; evaporate to dryness. Dissolve the dry residue in dish by 
warming it with about 30 ¢.c. 1: 1 HCl; then heat further after 
adding about 75 c.c. of distilled water; cool; add paper pulp 
about 4 inch to 2 inch ball; stir pulp in well; filter; wash free of 
iron test with 1:40 HCl, then with water until free of chlorine 
test to silver nitrate. 

Smoke off the filter paper, etc., until ash is white in a 20 c.c. 
to 25 e.c. platinum crucible. Apply the heat cautiously, finally 
raise it to low red; then blast slowly to constant weight, cool; 
add, a little at a time, to the crucible, 15 ¢.c. HF; then 2.c. of 
cone. HeSO4; evaporate to thick fumes; heat to a dull red and 
weigh. The difference between this last weight and the weight 
after blasting to constant weight equals silica, which is calcu- 
lated to percentage of silicon by use of the factor 46.93. 

The residue in the crucible after HF evaporation may contain 
some aluminum and titanium. It should be fused with twenty 
times its weight of NazCOsz at a bright red heat for twenty or 
thirty minutes; dissolved out in water; the crucible is cleaned 
by warming in it some 1:1 HCl; wash these cleanings of the 
crucible into a small beaker together with the water solution 

47 


48 ANALYSIS OF FERRO-ALUMINUM-SILICON-TITANIUM, ETC, 


of the fusion; add to this about 20 ¢.c. of 1: 1 HCl and heat 
till all is in solution. 

Silicon—Add this solution to the main filtrate from the 
silica; this main filtrate is now evaporated again to dryness, 
if it is desired to get the last traces of silica. This last silica 
should be treated exactly like the first main silica. The loss of 
weight obtained from the second small silica residue from this 
second evaporation plus the loss of weight obtained from the 
first main silica equals the total silica. This is calculated to 
silicon by use of the factor 46.93. The final filtrate and wash- 
ings from the second evaporation made to get out the Jast traces 
of silica combined with cleanings from both evaporations with 
HF and HeSO, will contain the total phosphorus, sulphur, tita- 
nium, aluminum, and manganese, also copper or nickel if any 
are present in the alloy. 

Manganese.—Dilute the solution containing the total Al, 
Ti, P, and Mn to 1 liter. Mix well; rinse a 100 c.c. burette 
several times with 5 c.c. portions of this solution; then fill the 
burette with it and measure off with this burette a 100 ¢.c. and a 
50 ¢.c. portion. It is very important that the liter flask be cali- 
brated with the same burette. Make sure that the 100 c.c. 
burette delivered ten times with distilled water into the dry 
liter flask, fills it exactly to the mark at rgom temperature. If 
the burette does not agree with the liter mark, the flask should 
be marked at a point where it does agree with the burette. 
Evaporate the two aliquot parts to thick fumes with 20 c.c. of 
1: 38sulphuric acid. Redissolve by heating with 10 cc. of water. 
Rinse out this solution into a manganese tube; add 15 e.c. of 
cone. nitric acid and dilute to 35 to 40 ¢c.c. with water. Finish 
for manganese as in plain steel. If the manganese by this method 
is found to exceed the 3 per cent it will be better to run new 
50 to 100 ¢.c. portions. Remove the iron with zine oxide and 
finish in the manner described for 10 to 15 per cent manganese 
steels. See pages 345-346. 

Sulphur.—Measure off with the same burette 500 c.c. of the 
liter solution; precipitate the titanium, iron, and aluminum in 
hot solution with a slight excess of ammonium. Filter and wash 
the hydroxides of titanium, aluminum, and iron thoroughly 
with water. Filtrate and washings contain total sulphur from 
3 gram of sample; add 10 ¢.c, excess of conc. HCl to 400 ec. 
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volume and precipitate the sulphur with BaCle. Finish as in 
sulphur in steel. The precipitate of aluminum, titanium, and 
iron hydroxide can be used for titanium and aluminum by sepa- 
rating the titanium and iron from the aluminum by several 
peroxidations. 

Titanium and Aluminum.—The iron and titanium after being 
freed from aluminum by several peroxidations can be dissolved 
in HCl and evaporated to fumes with H2SOz, taken up again 
in water and H2SOx4 by heating; and made nearly neutral with 
ammonia. The titanium is then precipitated with sodium 
thiosulphate in the manner to be described later. 

However, as these hydroxides contain much iron from the 
iron crucible in which the peroxide fusion was made, it is better 
to start with a 1-gram portion of the alloy in a covered platinum 
dish as follows: Add 10 c.c. HF cone. with cover on, warm in a 
good draught; remove from heat; add a few drops of cone. 
nitric; when action ceases, continue to add cone. nitric until 
a total of 5 c.c. of cone. nitric have been used. When action 
is over, remove lid; wash under surface of same off into dish; 
add 10 e.e. of cone. sulphuric acid; evaporate to thick fumes; 
take up in 30 ¢.c. 1: 1 H2SO4; heat until all is in clear solution, 
adding a little water if necessary to dissolve the sulphate of iron. 
Black or insoluble residue such as graphite does not need to 
be recovered. 

Transfer to an 800 c.c. beaker; dilute to 350 c.c., add Na2O2 
until solution is alkaline, keeping covered as much as possible. 
Then add 5 grams of sodium peroxide and 5 grams of NazCo3 
in excess. Bring just to a boil; cool; filter; wash with sodium 
carbonate wash (5 grams to 500 c.c. water); wash about forty 
times, upsetting paper pulp and precipitate with each washing. 

The alkaline filtrate and washings are titrated with 1:1 
HCl, until the solution is neutral to turmeric and still slightly 
alkaline to litmus paper. If much precipitate of aluminum 
separates out, the iron, titanium, etc., hydroxides on the filter 
must be redissolved in 30 ¢.c. hot 1: 1 HCl, filtered; pulp washed 
(pulp and filter paper saved), reperoxidize the solution of the 
hydroxides ‘as before. The alkaline filtrate and washings are 
neutralized as before; if only a slight cloud of Al(OH)s is obtained 
after several hours’ standing, then no further peroxidations are 
necessary. The AI(OH)3 precipitates from the various per- 
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oxidations and neutralizations are each washed about twenty- 
five times with ammonium nitrate (5 grams dissolved in 500 c.c. 
water). These hydroxides of aluminum are redissolved in hot 
1:1 HCl; filter and pulp thoroughly washed with water. This 
pulp and filter paper are saved to burn with the main Al, which 
is now precipitated from the above Al solutions of the crude 
Al(OH)3. This is done by adding a faint excess of ammonium 
to the Al solution. Boil a few minutes; cool; and filter, after 
adding paper pulp; wash free of chlorine in the manner described 
as before with ammonium nitrate. 

Smoke off the mixture cf pulp and Al(OH)sz in a 25 «.c. to 
30-c.c. crucible together with the filter papers and pulps from 
which the crude Al(OH)3 was dissolved. 

When the residue is white, blast it to constant weight as 
Al2O3 and a little SiOz. No phosphorus should be present in 
this, as the alloy was dissolved in hydrofluoric acid. Remove 
the small amount of silicon by evaporating to thick fumes with 
6 c.c. 1: 3 sulphuric acid plus 6 ¢c.c. of HF; drive off cautiously 
the excess of H2SO4; ignite to constant weight as pure AloOs, 
which, multiplied by 53.033, gives percentage of Al when 1 gram 
is taken. 

The iron and titanium hydroxides left on the filter after the 
last peroxidation to remove Al are dissolved: off as far as possible 
with hot 1: 1 HCl, filter paper and pulp are then washed thor- 
oughly with water: hold this filtrate and washings as the main 
iron and titanium solution. The paper and pulp together with 
each of the filter papers and pulps from which the iron and 
titanium hydroxides were dissolved off before each previous 
peroxidation are smoked off together in a platinum crucible at 
a low red heat until all paper is removed. Weigh the ash. If 
it weighs more than a milligram, fuse it with twenty times its 
weight of Na2CO3 at a bright red heat for twenty to thirty 
minutes; dissolve out the melt in water by heating; filter; wash 
with NazCO3 water. Acidulate the filtrate and washings with HCl: 
boil off most of the CO2; make slightly alkaline with eros: 
heat; if any white hydroxide separates out, calculate it to Al 
and add it to the main aluminum already found. The residue 
which was filtered out of the water solution of the sodium car- 
bonate fusion just mentioned, and then washed with sodium 
carbonate water, may contain some Fe and Ti. 
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To make sure of getting this Ti in solution, it is safest to burn 
the filter containing the small amount of Fe and Ti to an ash. 
Again fuse the ash with twenty times its weight of NasCO3 for 
thirty minutes at a bright red heat. Dissolve the fusion out of 
the crucible with hot water and transfer it to a beaker; make the 
solution of the fusion just acid with HCl; evaporate it if necessary 
to 30 c.c.; add 20 ¢.c. cone. HCl; boil slowly for twenty minutes 
to make sure the titanium is all dissolved; filter out any in- 
soluble matter. If any insoluble matter be found, it must be 
filtered out; . washed; ignited and weighed; evaporated with 
3 c.c. 1:3 HoSO,4 and 6 ¢c.c. HF; ignited and weighed again. 
Any loss of weight equals silica, from this silica deduct any 
similar silica found in the blank, calculate the remainder as part 
of the silicon found in the sample. If any appreciable residue 
remains in the crucible after the above procedure, its weight 
less any similar weight found in the blank must be calculated 
to Ti and added to the total Ti found in the sample. 

The filtrate and washings from the last mentioned insoluble 
matter are added to the main iron and titanium solution. Now 
transfer this main solution to a 500 c.e. flask. If its volume 
is greater than 500 c.c., evaporate it to about 350 c.c. and then 
make the transfer; dilute to the mark and decant off exactly 
250 c.c. into a porcelain dish or a casserole. Add to the casserole 
also 40 c.c. of 1 : 1 HeSO4 and evaporate to thick fumes. Redis- 
solve by heating with 20 ¢.c. 1: 1 sulphuric acid until all sul- 
phate of iron and aluminum have been dissolved and there 
remains only a clear or slightly cloudy solution. Neutralize most 
of the free acid with ammonia. Add 5 grams of sodium thio- 
sulphate for every 50 mg. of titanium supposed to be present; 
boil gently for one-half hour; filter off titanium, using some paper 
pulp. Wash with sulphurous acid water (2 c.c. conc. sulphurous 
acid water in 500 c.c. of water) until free of iron test. The 
washed precipitate and pulp are smoked off and ignited till white 
or slightly brownish white at a low red heat. To make sure of 
the absence of iron in this ash, it can be fused with 5 grams 
KHSO, as follows: Heat the crucible containing the TiO2 plus 
5 grams KHSOx very gradually at first, to prevent crawling and 
spattering, until all the water has gone from the flux with a 
white flame of a Bunsen burner, keeping below redness until white 
ie fumes of SO3 begin to appear, then increase flame gradually until 
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low redness is reached on the lower half of the crucible; continue 
to heat at a low temperature until all is in a state of clear 
transparent fusion; and SO3 is coming off rather briskly; cool; 
run the melt on up the sides of the crucible. 

Place the crucible in a 250 e.c. casserole with 50 c.c. water 
plus 50 ¢.c. 1: 3 HeSO4; dissolve with heat; do not filter; heat 
until all sulphate is dissolved; and there remains only a little 
white floating insoluble matter. Transfer to a beaker; dilute 
to 300 ¢.c.; nearly neutralize with 1:3 ammonium, and while 
still acid add 5 grams of sodium thiosulphate for every 50 mg. 
of TiOz supposed to be present. Boil twenty to thirty minutes; 
filter; wash free of sulphate test to barium chloride; and then 
thirty times more. Smoke off filter paper and pulp until all 
char is gone; ignite at a red heat to constant weight; evaporate 
with 5 c.c. conc. HF plus 6 ¢.c. 1: 38 H2SO4; be sure there is 
an excess of sulphuric acid, otherwise titanium fluoride will sub- 
lime and be lost. If the under side of the crucible lid is covered 
with a white coating, then some titanium has been lost as fluoride, 
due to insufficient H2SO4. However, avoid a great excess of 
sulphuric acid, as it is difficult to remove, and ignite finally to 
dull red and weigh as pure titanium oxide, free of all aluminum, 
silica, and iron; multiply this weight by 60.04 and divide by 
weight taken, that is, 0.50 gram, the original gram having been 
divided into equal portions of 250 e.c. All Zr is with the Ti. 

The other 250 c¢.c. portion of the hydrochloric solution in 
the 500 c.c. flask is analyzed for iron by reducing this heated 
solution with a slight excess of stannous chloride, titrating with 
standard dichromate as in iron ore (see pages 442-443). 

This iron solution cannot be converted to sulphate solution 
and passed through the zinc reductor for the reason that part 
of the titanium in solution would be reduced by the zine and 
would be counted as iron. Titanium in solution does not inter- 
fere when the iron is determined by stannous chloride and potas- 
sium dichromate. 

Blank for S, P, Mn, and Si.—Blanks for method used on 
insoluble ferro-titanium should be run by fusing a standard 
pig iron or finely divided steel drillings of known content together 
with enough pure titanic oxide to about imitate the sample. 
This blank will be best for the phosphorus, sulphur, silicon, and 
manganese, allowing of course for the Mn, P, §, and Si, in the 
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standard pig iron. The U. S. Bureau of Standards gives the 
titanium content of the pig iron standard that it furnishes. Any 
excess of P, Ti, S, Si, or Mn, over or above that given for the 
standard pig iron is deducted: as a blank correction for reagents 
from the results obtained on the sample being analyzed. 
Aluminum and Iron Blank for Insoluble Ferro-titanium.— 
Place in a platinum dish 0.4 gram of U. 8. Bureau of Standards 
Sibley ore together with about as much pure titanic oxide as 
there is titanium in the sample. Evaporate this mixture with 
HF and a little nitric acid and then fume with H2SO,4; for Al 
dissolve weighed amounts of metallic Al powder in a little HCl 
and add the solution to the sulphuric acid solution of the Sibley 
ore just before peroxidizing to remove Al from the Ti and Fe, 
and finish in the same way as in the method described for the 
sample. Any iron or aluminum found in excess of that added 
to the standard is deducted from the iron and Al found in the 
sample. 
Phosphorus.—Fuse 1 gram of sample in aniron crucible in the 
same manner as described for silica, sulphur, and titanium. 
Dissolve out fusion; acidulate with hydrochloric acid as de- 
scribed for sulphur and silica. Evaporate to dryness to remove 
bulk of silica; take up as described in HCl acid. Filter out 
silica, wash free of all iron, test with 1: 1 HCl, ignite to weigh. 
This silica should be then evaporated with H2SO4 and HF; 
ignite the residue, after evaporation to remove excess of H2SOx. 
Fuse with twenty times its weight of sodium carbonate. The 
fusion is dissolved out in water; acidulated with HCl; heated 
to clear solution and added to the main filtrate from the silica. 
Precipitate the total solution with ammonia to remove sodium 
salts; wash the hydroxide precipitate about ten times with 
water; dissolve the precipitate with about 30 ¢.c. 1:1 HCl. 
Wash paper pulp until free of iron test, evaporate. filtrate and 
washings in porcelain dish; then add 100 c.c. of conc. nitric 
acid, evaporate to 15 ¢.c.; filter out any titanic oxide that sepa- 
rates out and wash it twenty times with 1.20 sp. gr. nitric acid; 
volume should not be over 25 ¢.c.; evaporate to 20 c.c. if neces- 
sary in phosphorus beaker (125 c.c. beaker); add 20 c.c. conc. 
nitric acid; bring just to a boil; remove from flame; rinse down 
sides of beaker with fine jet of water. Volume should now be 
about 50 c.c. Add to the hot nearly boiling solution 50 c.c. 
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of the slightly ammoniacal water solution of ammonium molyb- 
date, stir well and filter out the ammonium phosphorus molybdate 
as soon as settled, and finish the phosphorus as in steel. Cal- 
culate the percentage to a 1-gram basis. 

The titanic acid that is filtered out may carry with it a little 
of the phosphorus. Ignite it at a low red heat in a platinum 
crucible until paper is gone. Fuse the ash with twenty times 
its weight of NagCOs3 at a bright red heat for thirty minutes; 
dissolve the fusion out in water; filter out the insoluble titanic 
acid; wash it with sodium carbonate water; acidulate the 
filtrate and washings with HCl; heat until COs is nearly all 
removed; add enough ferric chloride solution to give a red pre- 
cipitate with ammonia. Heat; filter off the red precipitate; 
wash it a few times with water. Dissolve the precipitate off 
with hot 1. 13 sp. gr. nitric acid; wash free of iron with dilute 
nitric wash. Evaporate filtrate and washings to 10 c.c.; precipitate 
the phosphorus as in steel with ammonium molybdate solution, 
_and add to the main phosphorus percentage. 

Put finely divided standard pig iron through all of the above 
methods, and any phosphorus found above its true percentage 
is deducted from that obtained from the ferro-titanium, the 
remainder being the true phosphorus in the ferro-titanium. 

Second Method for Manganese in Fe, Ti, Si, Al Alloy.— 
As the so-called iron crucibles sometimes contain considerable 
manganese there is some advantage in running the manganese 
by taking a separate portion and getting it into solution exactly 
as for the iron with HF and a little cone. nitric. Then evaporate 
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to fumes with H2SO4. In this way variations due to high blanks 
are avoided, or when the sample is dissolved in this manner for 
Al, Ti and Fe, the total sulphate solution can be diluted to 
1000 ¢c.c. aliquot parts taken for Mn. The balance of the solution 
can be measured off for Fe, Al, and Ti as already described. 

The crucible showing high manganese and high copper is 
the most resistant to alkaline fusions. The new thin wall crucible 
shows a total of 0.285 per cent Cu when the surface of the crucible 
is not pickled thoroughly with HNO: (1.20). The copper shows 
plainly on the lower third of the outer wall of the crucible in a 
coating. The older make shows no copper on surface, and the 
0.015 is its total copper. 

Nearly Soluble Ferro-titanium.—The finely ground sample is 
gotten into solution as far as possible with H2SOx4, the unsoluble 
residue is filtered out, washed, ashed and fused with 5 grams 
of sodium carbonate plus 20 mg. of potassium nitrate in a plati- 
num crucible in a bright red heat until it is molten, then keep 
at a bright red heat for twenty to thirty minutes; fusion is 
dissolved out in water; the crucible is cleaned by warming in 
it a little 1: 1 HCl; the solution and cleanings are added to the 
first main filtrate, this filtrate is then finished for silicon, iron, 
aluminum, titanium, and manganese by the same method that 
was used where the insolubie alloy. was fused in an iron crucible 
with a mixture of sodium peroxide and sodium carbonate. 

As the fusion is not made in the iron crucible, the solution can 
be used for iron also, but not for sulphur or phosphorus. The 
sulphur and phosphorus must be obtained by peroxide and 
sodium carbonate fusion of a separate portion as described for 
insoluble ferro-titanium. 

Tron Blank.—Fuse at a bright red for thirty minutes enough 
U. S. Bureau of Standard Sibley iron ore and titanic oxide (pre- 
pared as directed) with 5 grams NagCOs plus 20 milligrams KNO3; 
fuse about as much TiO2 and iron ore as the sample contains. 

Dissolve fusion out in water, clean crucible with a little HCl; 
add the cleanings to the water solution of the fusion; add to 
this the same amount of H2SOz as is used to dissolve the finely 
ground sample; add also as much Al dissolved in a little HCl 
as is likely to be in the sample. Peroxidize to remove Al as 
many times as the sample is peroxidized. The hydroxides left 
on the filter after the last peroxidations together with each 
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of the filter papers and pulps from which the iron and titanium 
hydroxide were dissolved off before each peroxidation, are 
smoked off together in a platinum crucible at a low red heat 
until all paper is removed. 

Cool the ash, which consists of titanium and iron, free of 
aluminum. Shake this out into a small beaker. Clean out 
the crucible with a little 1: 1 HCl, using heat, wash this cleaning 
into the same beaker; remove any adhering particles. Add 
to the ash in the beaker 20 c.c. conc. HCl and heat until all is 
dissolved except a white floating residue, if any. If this white 
floating residue amounts to more than a milligram on being 
burned in a platinum crucible and weighed, then fuse it with 
twenty times its weight of Na2COs3 at a bright red heat for twenty 
to thirty minutes; dissolve out the melt; get in clear solution 
in a small beaker, by heating it with 1: 1 HCl; then add the 
clear solution to the filtrate and washings from the white floating 
residue; now transfer this filtrate and washings to a 500 c.c. 
volumetric flask, dilute to the mark; mix well and decant off 
exactly 250 ¢c.c. Analyze for iron by reducing this heated 
solution with a slight excess of stannous chloride, titrating with 
standard dichromate as in iron ores (see pages 442-443). 

_ Sulphur by Evolution at 900° C. to 950° C.—Sulphur on 
soluble and insoluble ferro-titanium can be gotten by evolution 
in a stream of hydrogen, carrying HCl, at 900° C. to 950° C. 
in a tapered combustion tube. Weigh out 0.5 gram of the finely 
powdered alloy into a porcelain or clay combustion boat and 
proceed as described on pages 122-129. 

Result by Fusion Evolution in Hot Tube 
.15 per cent S -15 per cent S 


PREPARATION OF 99.5 PER CENT TiQg. 


Grind black Norwegian rutile to the finest flour in an 
agate mortar. Fuse 1 gram of this powder with 20 grams 
KHSO4 in the following way: heat very cautiously below 
redness until the absorbed water is all gone from the KHSOu,; 
then raise the heat very slowly until the crucible is a dull red 
on the bottom. Continue to heat at a low red until all is in a 
state of quiet fusion and so clear that one can see nothing but 
a few white particles of silica floating in the otherwise clear melt. 
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Run the fusion well up the sides of the crucible. Place crucible 
and all in about 50 e.c. of 1: 3 HeSO, in a porcelain dish and 
heat until all is dissolved except a few white floating flakes of 
sitica. Cool; remove crucible; filter; and wash with dilute 
sulphuric (1 : 40) about fifty times. 

The filtrate and washings are nearly neutralized with ammonia, 
but while still distinctly acid, dilute to 800 ¢.c. with water and 
boil. Titanium acid will separate out and settle to the bottom. 
Pour off the supernatant liquid and wash several times by decan- 
tation; then add a ball of ashless filter paper pulp; stir this 
well with the titanic acid; filter, and wash free of sulphate to 
BaCle test. Ignite and weigh. Residue should be at least 
99.5 per cent pure titanic oxide. 

Method of Making Sodium Carbonate—Sodium Peroxide 
Fusions.—Sodium peroxide and sodium carbonate mixture 
fusions, in general, are made as follows: Mix the carbonate and 
peroxide together in a clean iron crucible, using a stout Ni-chrome 
wire for a stirrer. 

Pour about half of this mixture into another iron crucible in 
which the fusion is to be made. Place on top of this the powdered, 
weighed sample. Mix all with the stirring rod and cover the 
mixture with the other half of the fusion mixture; then heat 
gently until all is in quiet fusion, which should take about one 
or two minutes. While in the molten condition, take the crucible 
in the tongs, keeping it in the flame all the while, and give it a 
slight swirling motion for two or three minutes more; and no 
longer. Cool; place the crucible on its side in a covered casserole 
or porcelain dish. 

Add water and heat until the melt is dissolved. Remove 
the crucible; rinse its walls off thoroughly; rub out any adhering 
particles from its inner walls. Rinse all into the dish. The 
contents of the latter are then ready for the acidulation and 
evaporation to remove silica. 

Nickel, Chromium, and Vanadium in Ferro-titanium.—Get 
the sample into complete solution by the method given for 
ferro-aluminum-titanium-silicon, proceeding exactly as described 
to the point where the silicon has been removed; evaporated 
with HF, etc., and the residue from the HF plus a few drops 
of HsSO4 has been fused; dissolved; and added to main filtrate 
from the silica. This solution will now contain all of the Ni, 
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Cr, and V. It can be then converted to sulphates by taking it 
to slight fume of SO3 by evaporating it with 50 c.c. of 1 : 8 H2504. 
Add 100 c.c. of water and 10 c.c. more of the sulphuric acid; 
heat until all sulphates are in solution; repeat the evaporation 
to insure the entire removal of the HCl. Be careful each time 
to take only to the slightest fume as chromium is very insoluble 
if fumed strongly. 

Finish for V, Cr, and Ni as in steel. 

Iron in Soluble Ferro-titanium—By Reduction with Hydrogen 
Sulphide.—Dissolve 0.5 gram of sample in 1: 3 sulphuric acid. 
If there be any insoluble residue that is not white, filter the same 
out and wash it with dilute sulphuric acid. Roast it. Fuse it 
with potassium bisulphate. Dissolve the melt in dilute sul- 
phurie acid and add it to the filtrate and washings from the 
insoluble residue. Dilute the slightly acid filtrate and washings 
to 200 c.c. Pass hydrogen sulphide through the same until the 
iron is entirely reduced. It will be colorless when hot. The 
reduction will take about an hour, with the gas passing at a rather 
rapid rate. Filter the solution into an 800 c.c. boiling flask. 
Wash the filter with 1 : 10 sulphuric acid until free of iron test.* 
Pass hydrogen sulphide through this filtrate for one hour more. 
(Saturate the acid wash with HeS before using.) 

Now pass a stream of carbon dioxide thréugh the solution, 
keeping it at boiling temperature during the time that the COze 
is passing. When a piece of filter paper, moistened with a 
water solution of lead acetate, is no longer discolored, even 
slightly, when held in the neck of the flask, the excess of hydrogen 
sulphide is all driven out. Place the flask in cold water with 
the stream of carbon dioxide still passing through it. The glass 
tube that carries the H2S and COs into the fluid should, of 
course, reach nearly to the bottom of the boiling flask. When 
the contents of the flask are cold, titrate with standard perman- 
ganate of potash until one or two drops yield a pink color that 
is permanent for several minutes. The same standard that 
is used for titrating iron in ferro-vanadium can be utilized in 
this determination. One c.c. of the standard equals 0.00556 
gram of metallic iron (3.16 gram KMn0Osg in one liter.) 


* The residue on this filter will contain all of the copper present which 
can be roasted and finished as in steels for Cu, 
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Manganese in Ferro-titanium Soluble in Sulphuric Acid.— 
Dissolve 0.100 gram in 10 ¢.c. 1:3 sulphuric acid. Add 
10 ¢.c. concentrated nitric acid. Boil off red fumes. Dilute 
to 35 c.c. with water and finish as in steels. This applies to 
manganese not in excess of 1 per cent., Use 0.05 gram for man- 
ganese content exceeding 1 per cent. Accurate to 2 per cent 
Mn. For higher percentages of manganese dissolve 1 gram 
of sample in 30 ¢.c. 1:3 sulphuric acid.* Oxidize by boiling 
with 10 ¢.c. cone. nitric acid and 1 gram of potassium chlorate. 
Add 60 e.c. 1:3 sulphuric acid and evaporate to thick fumes. 
Cool, add water and heat until all is dissolved except perhaps 
some of the titanic oxide and silicic acid. Be sure that all iron 
and manganese sulphates are in solution. Wash the ‘cold solu- 
tion into a liter flask. Fill the flask one-half full with distilled 
water. Add a rather thick paste of manganese-free zine oxide 
and distilled water. Continue the addition of the zine oxide 
until the iron and titanium settle out well, avoiding any unneces- 
sary excess of the zine oxide. Cool, if necessary, to the tem- 
perature of the room, and dilute the contents to the liter mark 
with distilled water. Mix ten times, inverting the stoppered 
flask each time. 

Permit the precipitate to settle for a half-hour with the flask 
in an inclined position. Pour the supernatant fluid through a 
large, dry filter into a dry beaker. Use two filters to hasten 
matters. Rinse a 100 ¢.c. pipette three times with portions of 
the filtrate. Then draw out a 300 ¢.c. portion and a 400 c.c. 
portion. Place these in separate boiling flasks, labeling them 
300/1000 and 400/1000, respectively. Add 2 drops of 1.20 
nitric acid to each of these aliquot parts. , Heat: the 300 c.c. to 
boiling, and titrate with standard permanganate of potassium, 
adding a little at a time. Shake thoroughly with each addition 
of the permanganate solution, reheating the solution between 
times. When 3 drops finally produce a slight but distinct pink 
color in the hot supernatant fluid, after a reheating and thorough 
shaking, the end-point is reached. Deduct 0.2 c¢.c. from the 
total permanganate used. Multiply its value per c.c. in milli- 


* One can also finish from this stage on as directed on page 345 by the 
author’s method for manganese above 2 per cent, 


Xx 
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grams of iron by 0.2951 to find its value in milligrams of man- 
ganese. * 

Titrate the 400 c.c. part in like manner and average the two 
results, calculating them as 3/10 and 4/10 of a gram, respec- 
tively. (See also Mn in Insoluble Ferro-titanium.) 

Standardization of the Permanganate Solution for Iron and 
Manganese.—Weigh 3.16 grams of c.p. potassium permanganate 
crystals into a liter flask. Dissolve in distilled water and dilute 
to liter mark. 

Weigh 0.2850 gram of c.p. recrystallized oxalic acid into a 
200 c.c. beaker. Dissolve the crystals in 100 c.c. of hot water. 
Add 30 ¢.c. 1: 3 sulphuric acid and titrate this hot solution with 
the permanganate solution. This latter should not be stand- 
ardized for, at least, twelve hours after it has been dissolved 
_and made up to 1 liter. 

This amount of oxalic acid will require usually 45.50 c.c. of 
permanganate of the above strength to render it a faint pink 
that is permanent for several minutes. As the oxalic value 
of a permanganate solution multiplied by 8/9 gives its iron 
value therefore the latter is found by this calculation: 0.2850+ 
45.50 X8/9=0.005567, or 1 c.c. of the permanganate equals 
0.005567 gram of metallic iron. This value multiplied by 0.2951 
yields the value of the same solution in grams ‘of manganese, or 
0.005567 X 0.2951 =0.001642 gram of manganese. For check 
0.280 gram oxalic acid took 44.8 c.c. KMnOg, or 0.280+44.8x 
8/9=0.005555 and 0.005555 X0.2951=0.001639, or 1 c.c.= 
0.001636 gram of manganese. Average iron value equals 0.00556 
gram and average manganese value equals 0.001640 gram per 
c.c. Compare the theoretical factor for manganese with that 
found by standardizing the permanganate standard by putting 
a ferro-manganese, containing a known per cent of ‘manganese, 
through the identical process of precipitation with zinc oxide, 
ete. 

Silicon in Soluble Ferro-titanium.—Dissolve 1 or 2 grams 
of drillings as in steels. Evaporate to fumes of sulphuric acid. 
Dissolve in water. Filter,-wash, ignite, weigh, evaporate with 


* The following reaction show how Volhard’s method proceeds: 


38MnSQ, + 2KMnQ, +2ZnO = K,S0, +5Mn0O, + 2ZnSO,,. 
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a few drops of conc. sulphuric acid, and the usual amount of 
hydrofluoric acid. Ignite and calculate the loss of weight as 
silicon. Should a white coating appear on the lid of the crucible 
when the sulphuric acid is being driven off, it means that there 
has not been a sufficient amount of sulphuric acid added, some 
of the titanium having volatilized as fluoride. 

In such event, repeat the analysis, using a little more sul- 
phuric acid with the hydrofluorie acid. 

Carbon in Soluble Ferro-titanium.—Some ferro-titaniums of 
low silicon content can be completely decarbonized at 950° C. 
in a fused silica or tapered zirconia tube with oxygen. See 
Electric Combustion Furnace, page 276. It is safer to burn the 
sample in red lead. Burn 1 or 2 grams of thin drillings or 
30-mesh powder with 2 grams of red lead. 

Insoluble Ferro-titanium.—Carbon, sulphur, and phosphorus 
are determined as given in the analysis of soluble ferro-titanium. 

Silicon and Titanium.—These elements can also be deter- 
mined by fusion of 0.5 gram of the finely ground substance 
with 15 grams of acid potassium sulphate in a 40 c.c. platinum 
crucible. This fusion is highly satisfactory if conducted with a 
little experience. Heat the crucible very gradually at first, 
using the white flame of an argand burner. Keep the melt below 
redness until all of the water has been driven out of the flux 
without sputtering. When slight fumes of sulphuric anhydride 
begin to make their appearance the heat can be increased 
to low redness. Maintain this temperature until the substance 
is in a state of clear fusion, and is a pure yellow, free of all black 
specks. 

If the argand burner flame is properly adjusted, this opera- 
tion can be going on with only occasional attention. When all 
black is gone, raise the heat until fumes of sulphuric anhydride 
come off briskly when the lid is lifted slightly. 

Then turn off the heat and run the melt well up the sides. 
Place the crucible in a 250 c.c. casserole with 50 c.c. of water 
plus 50 ¢.c. of 1:3 sulphuric acid. Dissolve with heat. Filter — 
out the white insoluble residue; wash it free of iron and sul- 
phate, using barium chloride solution for the latter test and 
KCNS for the former. Ignite it in a weighed crucible. Weigh 
as SiOz plus a little TiOz. Evaporate with HF and a few drops 
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of H2SO4 and calculate the loss of weight to silicon. Keep the 
non-volatile portion to add to the main portion of TiOQe. 

The filtrate and washings from the silica are made nearly 
neutral with ammonia and precipitated with thiosulphate of 
soda, and finished as in soluble ferro-titanium for Ti. 

Iron by Fusion with KHSO4.—Fuse 0.5 gram as for silicon. 
Reduce with HeS and finish as given under the soluble ferro. 

Aluminum.—Proceed by fusion as given under aluminum 
in soluble ferro-titanium. 

Manganese in Insoluble Ferro-titanium.—If the percentage 
of manganese is under 2 per cent, fuse 0.100 or 0.05 gram with 
twenty times this weight of sodium carbonate and one-fifth 
that amount of potassium nitrate. Dissolve the melt in a sm ill 
porcelain dish with as little water as possible. Clean the plat- 
inum crucible with a little hydrochloric acid; acidulate the 
water solution of the melt with the same acid. Add to this 
solution the cleanings of the crucible and also 10 c.c. of 1:1 
sulphuric acid. Evaporate to thick fumes. Dissolve the residue 
in water. When the iron sulphate is dissolved, wash the solution 
into a 10 by 1 inch test tube and dilute to 20 e.c. Add 10 c.e. of 
cone. nitric acid and finish as in steels. 

For higher percentages of manganese proceed as given for 
high manganese in soluble ferro-titanium exeept that the sub- 
stance is gotten into solution by a bisulphate fusion as given 
under the determination of silicon in insoluble ferro-titanium. 
Transfer the sulphuric acid solution of the melt to a liter flask 
and precipitate the iron and titanium with zine oxide. Use 
1 gram of sample and fuse it with 30 grams of bisulphate. 

Titanium Steels.—For phosphorus, manganese, silicon, alu- 
minum and carbon proceed as in plain steels if the titanium is 
present to the extent of a few tenths of a per cent. 

Sulphur.—Even a few tenths of a per cent of titanium lead 
to low sulphur results by the evolution process. For example, 
where results showing 0.006 per cent by evolution were obtained, 
0.012 sulphur was gotten by the ordinary gravimetric sulphur 
method for steels. Again, 0.075 per cent sulphur was gotten 
by evolution in a titanium experimental ingot when the gravi- 
metric result was 0.11 per cent. Use either the gravimetric 
process by direct solution, or fuse 2 grams of sample with 20 grams 
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of sodium carbonate plus 4 grams of niter, and proceed as in 
sulphur in high silicon ferro-vanadium, filtering out the sodium 
titanate before acidulating with HCl. Or use the author’s method 
by evolution at 950° C. in a tapered tube (see pages 122-124), 

Titanium in Steel.—Gravimetric.—The titanium is determined 
gravimetrically as in nearly soluble ferro-titanium except that 4 or 
5 grams of sample should be used. 

Volumetric.—So far the most practical way is the well-known 
color method, using hydrogen peroxide. The author proceeds 
as follows: 

Determine gravimetrically the amount of titanium in a solu- 
ble ferro-titanium containing from about 8 to 10 per cent of 
titanium, for use as a color standard. 

Plain Titanium Steel.—Color Method.—lf the titanium con- 
tent is 0.05 per cent or over, weigh 0.500 gram of drillings into 
a 10 by 1 inch tube. Also weigh 0.500 gram of a plain carben 
steel that contains no titanium by the qualitative test. Add 
to the latter enough of the standard ferro-titanium to bring 
the amount of titanium present in this standard mixture to 
within about 0.05 per cent of the titanium content of the test. 
If the test is likely to be about 0.15 per cent Ti, then the 
standard should either be about 0.10 per cent Ti or 0.20 per 
cent Ti. The nearer the standard is to the test, in titanium 
content, the better. 

Dissolve the drillings in 10 c.c. of dilute sulphuric acid. 
Add 5 e.e. of cone. nitric acid; boil off red fumes. The black 
insoluble matter or any insoluble matter at this stage must be 
filtered out; washed with 1: 30 nitric acid; ignited free of 
char in a platinum crucible; fused with twenty times its weight 
of NazCO3 plus the equal of its weight of niter; the melt dis- 
solved out with water; acidulated with HCl; evaporated to 
fumes with 4 ¢.c. of 1: 1 H2SO4; taken up with a few c.c. of 
water and H2SO.; heated until. all sulphates are dissolved. 
This solution is then added to the main original nitric filtrate of 
the sample. 

Transfer this solution, which should be clear, to a glass- 
stoppered comparison tube of about 15 to 16 mm. outside diam- 
eter and with the graduated part about 38 cm. long. Add to 
the solution in the comparison tube 5 or 6 c.c. of the peroxide 
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mixture used in the qualitative Ti and V tests, page 4. Stopper 
the tube and mix the contents thoroughly. Transfer the test 
to the other comparison tube and treat it in like manner. If 
there is a great difference in color between standard and test, 
results will only be roughly approximate and the work should 
be repeated, preparing a new mixture of standard ferro-titanium 
and plain carbon steel, to imitate the test within the 0.05 limit 
or closer. | 

The following actual case will illustrate calculations, etc.: 

The standard mixture consisted of 8 mg. of 8 per cent Ti 
ferro plus 500 mg. of a plain carbon steel of approximately the 
same carbon content as the sample to be tested. 

The test matched the standard at 38.3 ¢.c. with the standard 
diluted to 35 c.c. Since the standard contained 8 mg. of 8 per 
cent ferro-titanium, its color was due to the presence of 0.008 X 
0.08, or 0.00064 gram, of metallic titanium; therefore we have 
the proportion: 


Stand. Vol. Test Vol. 
39 CC; : 38.3 ite 0.00064 : ».@ 


or 38.3 X 0.00064 + 35 =0.0007, or 0.0007 gram of titanium found. 
0.0007 X 100+0.5=0.14, or 0.14 per cent ‘titanium when 0.5 
gram is taken for analysis. The gravimetric result on this 
sample was 0.158. Another sample gave 0.134 per cent by 
color and 0.140 per cent by gravimetric analysis. 

For percentages as low as 0.05 per cent and under, use a 
gram of sample and proceed accordingly, preparing standard 
mixtures of similar percentage. If the titanium steel also con- 
tains not over 0.5 per cent of elements that color acid solution, 
such as chromium and nickel, the amounts of the latter present 
in the test should be determined by the rapid methods given 
under chromium and nickel-in steel. Add to the standard 
enough shot nickel if titanium nickel steel is being tested, or 
enough potassium dichromate reduced with the least possible 
excess of sulphurous acid if the test be chrome-titanium steel, 
to exactly imitate the sample under examination, and then 
proceed as usual. 

Qualitative Test for Titanium.—Proceed as given under 
Qualitative Test for Vanadium, page 4. 
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THE DETERMINATION OF TITANIUM IN STEEL BY REMOVING THE 
BULK OF THE [RON wiITH AMMONIA 


This method can be used for either high or low per cents of 
Ti and is especially valuable for low per cents such as 0.01 to 
0.05 per cent Ti. Dissolve 5 to 15 grams of the sample as far 
as possible in 1 : 3 sulphuric acid in the same manner as described 
for Al in steel (see pages 189-190). Filter out the insoluble 
residue of carbides. Wash the same with water until free of ferrous 
iron test with potassium ferricyanide. 

Ash the carbide residue in a platinum crucible; fuse the 
ash with twenty times its weight of NazCOg plus the equal of 
its weight of niter. Keep molten for twenty minutes. Dissolve 
the fusion out in water; clean the crucible by warming in it a 
little HCl. Acidulate the water solution of the fusion with HCl; 
heat until all is in solution and add this solution to (A) before 
peroxidation. 

To the original main filtrate and washings from the insoluble 
carbides add ammonia a little at a time until a slight blackish 
precipitate is obtained which does not redissolve on stirring; 
filter off this precipitate; wash it ten times with water. The 
bulk of the iron is thus removed. On the filter will be all of the 
Ti that was not filtered off with the carbide residue in the begin- 
ning. Dissolve this blackish precipitate off the filter with hot 
HCl 1:1; wash the filter paper free of iron (save the filter 
paper); call the solution and washings (A). (A) plus the solu- 
tion of the fused carbides (already mentioned as added to (A) 
before peroxidation) now contains all of the Ti and Al in the 
steel; and also all of the Cr, V, U, and Zr. 
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If it is desired to get the Ti by the gravimetric method (A) 
is now converted to sulphate by fuming it with 50 c.c. of 1:3 
HeSO4. Finish for titanium by precipitation with NagS2O3z 
as already described on pages 49-52. 

Titanium in Chrome Steel, Chrome Vanadium and Tung- 
sten Steel.—Dissolve the steel in the same manner as described 
for titanium in steel by removing the bulk of the iron by 
ammonia. When solution (A) has been combined with the 
solution of the carbides in the manner described, then separate 
the chromium by repeated peroxidations in the manner given 
for this separation on page 179. The iron and titanium will 
finally be left behind on the filter free from V, Al, and Cr. 
Dissolve the iron and titanium off the filter with hot 1: 1 HCl. 
Ash all of the filter papers from which the hydroxides were 
dissolved in the different peroxidations, as there may be still 
some Ti remaining in them. Also ash the main iron and titanium 
hydroxides. Fuse the combined ashes with twenty times 
their weight of potassium bisulphate until a clear fusion is 
obtained. Dissolve this fusion out in 1:3 HeSOz4, using heat 
to aid in the solution. When all is in clear solution dilute the 
clear cold solution to 500 ¢.c.; mix well and take aliquot parts 50 
and 100 c.c. portions by means of a burette; add to each portion 
5 ¢.e. of cone. nitric acid; boil; cool; add«5 to 10 c.c. of the 
peroxide solution prepared as given on page 4, and then finish 
by color comparison. Known amounts of made up standards 
should be put through all of the operations. 

Also the total 500 ¢.c. can be finished gravimetrically. 


THE DETERMINATION OF TITANIUM IN NICKEL STEEL 


Suppose it is required to obtain the titanium content of a 
steel containing 3.60 per cent Ni: Dissolve 5 grams of the 
sample, as on\page 63, using 75 ¢.c. of 1:3 sulphuric acid for 
the solution, heating in boiling water for one hour to eliminate 
as much as possible the carbon before adding the 25 ¢.c. of cone. 
nitric acid to accomplish the oxidation of the iron and dissolve 
the titanium. For a standard mixture dissolve and oxidize 
5 grams of plain steel to which enough nickel ammonium sulphate 
has been added to equal 3.60 per cent Ni in 5 grams, and also 
5 mgs. of 8.20 per cent Ti ferro-titanium. Dilute the cooled 
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solutions of the standard and the test to the mark in 250 c.e. volu- 
metric flasks; mix and note if the two solutions are about the 
same shade of brown. If the standard solution is distinctly 
browner prepare a new standard using a lower carbon plain 
carbon steel, adding the nickel sulphate and 5 mgs. standard 
ferro-titanium. If now there is only a slight difference in the 
color of the solutions due to dissolved carbon proceed with the 
comparisons in the manner described on page 64, using 25 c¢.c. 
from each flask. This method was used on a steel that con- 
tained 0.008 per cent Ti. However, it is better to remove the 
bulk of the iron with ammonia, etc. See pages 189-191. 


THE DETERMINATION OF TITANIUM IN CHROMIUM-VANADIUM- 
NICKEL-TITANIUM-TUNGSTEN STEEL 


Owing to the interference of the vanadium and the chromium, 
the latter must be removed. This can be best done by peroxi- 
dizing the solution of the sample and standard mixtures in the 
same manner as described on pages 34-35. If the chromium 
is considerable it will require three peroxidations at least to 
remove the chromium and vanadium. The redissolving and 
reperoxidizing must be continued until the filtrate from the 
iron and titanium is no longer colored yellow. The steel and 
standard mixtures are dissolved in 50 c¢.c. of 1:3 sulphuric 
acid; 0.500 gram of sample is taken for analysis. A chromium- 
tungsten-vanadium steel containing no nickel or titanium was 
used as a basis of a standard, and to it was added 35 mgs. of 
nickel ammonium sulphate and 5 mgs. of 8.20 per cent (Ti) 
ferro-titanium. After the chromium color has been removed 
by several peroxidations from the standard and test, the iron 
and titanium are dissolved off the filters with 50 c¢.c. of hot 
1:1 HC); the filter is washed free of iron; the filtrate and wash- 
ings will contain all of the titanium and iron except a slight 
amount that may still remain on the filter, which is ashed and 
fused with one gram of sodium carbonate; the fusion is dis- 
solved in 20 c.c. of 1 : 1 HCl and added to the main solution of 
the iron and titanium. Evaporate this latter solution to 5 or 
10 c.c.; add 100 c.c. of strong nitric acid; heat with the cover 
on until all spraying is over and then evaporate to 5 c.c.; add 
10 c.c. of water and filter into the comparison tube, washing 
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with 1.20 nitric acid; add 10 c.c. of peroxide solution and com- 
pare. Example: Test matched the standard mixture as follows: 
76.7 c.c. test equal 91.2 c.c. of standard; therefore since the 
standard contained 0.41 mg. Ti, 76.7 : 91.2 ::2:0.41 mg. Ti, 
or 76.7 times 0.41 mg. Ti divided by 91.2 divided by 500 multi- 
plied by 100 equals 0.068 per cent Ti. A duplicate analysis 
on this steel gave 0.070 per cent Ti, using 0.600 gram of sample. 
In the case of a similar steel that contained 0.80 per cent Ti, 
the nitric acid solutions containing the iron and titanium, freed 
as above from the V and Cr, were diluted to 250 ¢.c. and 50 c.c. 
were taken from the standard and test for the comparisons. 0.81 
per cent Ti was obtained and a eheck of 0.78 per cent Ti. No 
attention is paid to the tungsten as it is removed along with the 
Cr and V. 


CALCULATIONS 


70 mg. of 8.2 per cent Ti ferro-titanium were used in the standare mixture; 
61.5 c.c. of standard equal 78 c.c. of test. One-fifth of 70 mg. times 0.082 equals 
1.148 mg. Ti. Therefore 61.5: 78 ::1.148:2; «x equals 1.456 mg. Ti. 
Now 0.9 gram was taken in this case for the analysis and one-fifth or 0.18 
gram of the test was used in the comparison; hence 0.00145 gram X 100 divided 
by 0.18 equals 0.809 per cent Ti. 


SOME FURTHER ANALYSES OF FERRO-TITANIUM 


No. 1. No. 2. No. 3. No. 4. No. 5. 
Per Cent. | Per Cent. | Per Cent. | Per Cent. | Per Cent. 

War boneee |. faba oars 7.00 1.05 0.04 3.69 1.85 
Manganese.........- 0.28 0.40 0.39 0.19 0.15 
Silicon peo. eee. 1.08 0.64 ZO) 0.42 14.90 
Eitan ilies wrestle 3 « 7.30 8.40 20.44 29.17 6.15 
EN iaoM ANG. 5 on os Go 0.42 2.93 3210 9.87 2025 
Troms ore ere cab ¢ 84.20 86.53 oma 56.78 74.60 
Ghromiinisre ot stes cial ecient omer eae Q:.52. |). aan Se alee 
PHOSPHOLUSS Ma hee || thee) le tee | ee See a bok aes 0.15 


Chromium.—The chromium was obtained in the above No. 3 
as in a steel, no attention being paid to the presence of titanium. 
Analysis of Basic Slag Containing Titanium.—Silica.— 
Dissolve 1 gram of the finely ground slag, after first stirring it 
into a thin, smooth paste with a very little water, in a No. 5 
porcelain dish in 50 ¢.c. of conc. HCl. Warm until solution is 
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practically complete, evaporate to dryness and heat until very 
little acid can be detected when hot. Dissolve again in 30 c.c. 
of cone. HCl; add 100 c.c. of water; filter; wash free of iron 
test. Burn in a weighed platinum crucible; add a large excess 
of H2SOx4, about 2 ¢.c. to prevent lass of Ti as fluoride and remove 
the silica with 15 ¢.c. of HF; calculate the loss of weight to 
silica. For extreme accuracy the solution of the slag should 
be evaporated twice to dryness with HCl, filtering after each 
evaporation and solution in HCl and water. 

Oxide ef Iron.—Dissolve 1 gram of the slag, as for the silica, 
in a 600 c.c. beaker and dilute the solution to 300 c.c.; heat to 
boiling; reduce with stannous chloride without separating the 
titanium; cool; add an excess of mercuric chloride solution and 
titrate with N/20 potassium dichromate as in iron ores. 

Titanium Oxide.—Dissolve 1 gram, as for silica, in a liter 
boiling flask and dilute to 300 c.c.; make two peroxidations as 
described on page 49, obtaining the titanium and iron on the 
filter and the alumina in the combined filtrates and washings 
from the two peroxidations. 

Oxides of Manganese, Calcium and Magnesium.—Dissolve 
1 gram in 50 c.c. of conc. HCl in a 600 c.c. beaker and make 
two basic separations, as directed for the separation of iron 
from manganese on page 244, beginning at the point where the 
filtrate and washings are diluted to 300 c.c. The combined 
filtrates from the two basic acetate separations contain all the 
Ca, Mg, and Mn in the slag. Acidulate the combined filtrates 
with HCl and evaporate them, if necessary, to 400 c.c. and 
make. the same slightly but distinctly ammoniacal. Then add 
slowly a water solution of potassium ferricyanide; use the c.p. 
salt of a clear resinous red color and free of the suggestion of 
bluish color, as ferricyanide containing blue material is partly 
decomposed as follows: Fe(CN)3:3KCN=Fe(CN)2+CN+ 
3KCN, and will not precipitate the true manganese ferricyanide 
but a mixture of the latter and cyanide of iron. Dissolve 3.75 
grams of the potassium ferricyanide in water and dilute to 1 liter. 
1 c.c. of this solution will precipitate about 0.001075 gram 
of manganese. 2K3Fe(CN)s+3Mn(NO3)2=Mns[Fe(CN)6]2+ 
6KNO3. Add aslight excess of the precipitant and allow the solu- 
tion to stand a half hour before filtering. Mix some paper pulp with 
the precipitate, filter it, and wash it with a solution of 5 grams of 
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ammonium nitrate dissolved in 500 c.c. of water made alkaline 
with 5 ¢.c. of strong ammonia. In order to secure a rapidly sub- 
siding precipitate it is best to make the manganese solution, at 
first, just ammoniacal enough to turn a small piece of red litmus 
paper floating in it blue; then add 5 c.c. of 1 : 1 ammonia water 
in excess. After washing the manganese ferricyanide as described 
until 1 ¢.c. of the washings acidulated with nitric acid no longer 
give a chlorine test with silver nitrate, it is burned at a low 
red heat until free of carbon of the filter paper; it then consists 
of a mixture of oxides of manganese and iron which can be 
analyzed for manganese as usual. This mixture of oxides of 
manganese and iron seems to be of fairly constant percentage 
of manganese if always burned off at definite temperature. 
The author is not yet prepared to recommend weighing the 
mixture of oxides as a gravimetric method for manganese. He 
made many experiments with this in view and obtained some 
promising results. Where large amounts of manganese are pre- 
cipitated in this way in the presence of lime, it is advisable to 
dissolve the mixture of oxides in 20 ¢.c. of cone. HCl and make 
a basic acetate separation of the iron; the manganese in the 
filtrate and washings from the iron acetate is again precipitated 
as before with ferricyanide and the filtrate and washings from 
the manganese are combined with the filttate and washings 
from the original ferricyanide precipitation of the manganese. 
In this way the possibility of any lime being carried out with the 
manganese ferricyanide is obviated. This second precipitate 
of manganese ferricyanide is burned off with the iron from which 
it has just been separated, otherwise two basic acetate separations 
would have to be made at this point instead of one. The total 
ash contains all of the manganese freed from the lime and 
magnesia. The manganese can now be dissolved and determined 
as on pagé 244. (See also page 345.) 

* Lime and Magnesia.—The combined filtrates from the two 
manganese ferricyanide precipitations are treated with 100 c.c. 
of cone. nitric acid and evaporated to dryness. This acid should 
be added to the solution before the evaporation begins, to prevent 
as far as possible, the formation of the blue cyanides. When 
the evaporating solution reaches a certain degree of concentration 


*See also pages 135-137 for the separation of Mn from CaO and MgO 
by means of ammonium persulphate. - 
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it should be watched as spraying may begin, and at this stage 
the casserole should be covered until this action is over; the 
cover is then removed and the evaporation continued to dry- 
ness. The residue in the casserole is taken up with 100 c.c. of 
HCl and concentrated to 20 ¢.c. after the action between the 
acid and the salts is over. Add 100 cc. of water; and_pre- 
cipitate the iron with ammonia; filter; wash with water until 
the washings are freed of chloride test obtaining filtrate (A). 
Redissolve the iron hydrate; and precipitate it again; filter; 
wash; and combine the filtrate and washings with (A). The 
combined filtrates and washings are made faintly ammoniacal 
and the calcium is precipitated with.ammonium oxalate as in 
the analysis of limestone. The oxalate is filtered, washed, and 
reprecipitated. The two filtrates from the oxalate are com- 
bined and the magnesium is precipitated as given on page 483. 

Phosphorus.—Weigh 0.500 gram of the slag into a porcelain 
dish and with it an equal amount of potassium chlorate; moisten 
to a thin paste with water and then pour in 50 ¢.c. of cone. HCl. 
Heat until all is in solution except the silicic acid, remove the 
cover and evaporate to dryness but not at a baking heat. 
Redissolve with 30 c.c. of cone. HCl; and add 50 c.c. of water; 
filter; wash; convert to nitrates by evaporating twice to 20 c.c. 
with 50 c.c. of cone. nitric acid; boil with a slight excess of KMnO4 
and finish as for phosphorus in steel. 
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CHAPTER IV 


Part I 


ANALYSIS OF TUNGSTEN POWDER 


Fuse 0.6 gram of the powder with a mixture of 10 grams of 
carbonate of soda well ground in a mortar with 2 grams of potas- 
sium nitrate. A complete fusion is obtained in twenty minutes. 
The melt is dissolved with water in a platinum dish. It is 
transferred to a 300 c.c. casserole and acidulated with hydro- 
chloric acid—keeping the dish covered during acidulation. The 
solution is heated for a half hour with cover on, or until all 
danger of loss by spraying is over. The cover is removed and 
the acidulated fusion is evaporated to dryness. 10 c.c. of 1: 1 
hydrochloric acid are then added and the contents warmed until 
iron is dissolved. 200 c.c. of water are next put into the dish, 
and the solution is heated for thirty minutes to dissolve all 
sodium salts. 7. 

The precipitated tungstic acid is filtered out and washed free 
from iron test with very dilute hydrochloric acid. It is washed 
twenty more times to insure removal of salts. The filtrate and 
washings are again evaporated to dryness, dissolved, filtered, 
and washed as before. The second filtrate and washings are 
treated with a hydrochloric acid solution of cinchonine to remove 
the last traces of tungstic acid. (See page 131.) 

The three portions of the tungsten are burned off at a low 
red heat until bright yellow. This yellow residue is weighed; 
moistened with a few drops of sulphuric acid; 15 c.c. of HF are 
added cautiously. (If the operator by accident spills any of 
the latter acid on himself he should lose no time in soaking the 
part with ammonia. HF left in contact with the skin for any 
time causes burns that are very liable to produce infected slowly 
healing sores.) Evaporate to fumes in a good draught; ignite 
cautiously, heating the crucible from the top down until it very 
gradually reaches a low red heat. Do not blast, as tungsten 
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oxide is slowly volatile at high heats. Weigh again. The 
difference or loss of weight from the first weight is the silica. 
Silicon does not exist in the elemental form in tungsten powder 
made by reduction at 1100° to 1200° C. If the sample being 
analyzed is crushed ferro-tungsten, then the loss of weight can 
be properly calculated to silicon by use of the factor .4693. 

Tungsten. The residue remaining in the crucible contains 
all of the tungsten, together with a little of the iron. It is fused 
with 20 grams:of sodium carbonate at a bright red heat until 
all bubbling is over and the melt is in a state of quiet fusion. 
Dissolve the fusion in water, in platinum or platinum substitute 
dish. If a platinum dish is not available, a casserole or porce- 
- lain evaporating dish can be used. Warm gently just long 
enough to insure a complete fusion. Avoid long heating and 
boiling, especially if a porcelain vessel is used, as it is liable 
to be attacked. When the water insoluble residue is light and 
floats around, the extraction of the sodium tungstate, ete., is 
complete. If the supernatant liquid is greenish, due to presence 
of manganate, heat the extraction with a few drops of alcohol. 

When the green color is gone, all of the manganese is pre- 
cipitated, and the insoluble residue can be filtered out, and 
washed thoroughly with water, mixing a little paper pulp 
in with the extraction before it is filtered. It will take sixty 
washings to insure the complete washing out of the carbonate 
of sodium. 

This washed, water-insoluble residue will contain mainly 
iron oxide in the powders of about 95 per cent tungsten, but if 
the residue exceeds a few milligrams, it should be ashed in the 
same crucible, weighed, and fused with twenty times its weight 
of Na2CO3; extracted with water; filtered; washed with water; 
ignited, and weighed; its weight deducted from the first weight 
of the WO3. The remainder is the weight of the total pure WO3 
plus any oxides of tin, aluminum, and molybdenum that may 
have been weighed with the WOs, Seg the tungsten result 
too high unless corrected for. 

To correct for the Sn, Al, etc., make the two sodium carbonate 
filtrates and washings acid with HCl; then just ammoniacal. 
Any Al, Ta, Nb, Sn that have gone into solution will now be 
precipitated. Filter off the flocculent precipitate, if any; mix 
in a little paper pulp before filtering, wash it at least sixty times 
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with water containing 5 grams of NH4NOgz per 500 c.c. Ignite 
it; weigh it and deduct the weight from total weight of the first 
crude silica-free WO3, after first deducting the double fused iron 
oxide as before described. If the ammonia precipitate weighs more 
than a milligram or two, it may contain some tungsten, conse- 
quently the deduction for Al, etc., will have been too great and 
this precipitate must also be fused with twenty times its weight 
of NagCO3; acidulated with HCl; heated until all is in clear 
solution and cinchonine added to the only moderately acid 
solution. This solution should be allowed to stand over until 
the next day. If any precipitate forms it is tungsten, and must be 
filtered off; washed with cinchonine at least sixty times; ignited; 
weighed, and added to remainder obtained after deducting from 
the first crude WOs, the double fused iron and manganese oxides 
and the crude Al2O3, SnOz, ete., before mentioned. This net 
amount will be the weight of the pure WO3 plus any MoO3 
that may have been present. To correct for the MoOs, the ammo- 
niacal filtrate from the crude AlgOz3 plus SnOsz, ete., is treated 
with 4 grams of tartaric acid to hold the tungsten in solution. 
It is then made slightly acid with HCl and saturated with H2S. 

Any brown precipitate is filtered off; washed with H2S water 
at least sixty times; ignited in a porcelain crucible at the lowest 
possible heat—just below redness; then the ‘heat raised slightly, 
if necessary, to burn out all of the paper char. Weigh this residue, 
which will be a whitish ash unless some copper be present, when 
it will persist as a blackish residue. Deduct its weight from net 
amount of the pure WOz plus MoOs, and the remainder will 
be the final weight of the pure WOs, from which the W is obtained 
by the factor 79.31. This product divided by the weight taken 
gives the per cent of tungsten in the sample. 

Rapid Method for Tungsten.—Weigh 1 gram of metal into a 
platinum dish.* Add 10 c.c. of pure hydrofluoric acid. Cover 
with a lid. Warm in a good draught. Remove from fire. 
Add three or four drops of conc. nitric acid. Violent action 
occurs at this point. Continue to add nitric acid a drop at a 
time until further additions of acid produce no action. This 
will take, in all, about 5 c.c. of cone. nitric acid. Remove the 
lid, rinsing off its surface, permitting the washings to flow into 


*Or a platinum substitute dish, of which there are several kinds that 
will answer for such work. 
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it. Add 10 c.c. cone. sulphuric acid. Evaporate to thick fumes 
of SOs. Cool, moisten with 10 ¢.c. of cone. hydrochloric acid. 
Add 10 ¢.c. of water, transfer the contents of the dish to a 600 e.c. 
casserole, and heat to boiling with constant stirring to prevent 
bumping. Cool. Filter. Wash with ,1: 10 hydrochloric acid 
until free of iron test. Ignite and weigh the tungstic acid as 
trioxide. Fuse the latter with sodium carbonate and finish as 
in the first method. This rapid scheme is a modification of 
Arnold and Ibbotson’s method. (See, Arnold and Ibbotson’s 
“Steel Works” Analysis, 1907.) 


IRON AND SULPHUR IN TUNGSTEN POWDER AND FERRO-TUNGSTEN 


Iron.—Fuse the finely ground sample in a powdered mixture 
of 20 grams of sodium carbonate and 4 grams of niter. Dissolve 
the mixture out in water in a porcelain dish or casserole. Clean 
the crucible with a little HCl until all stains are gone. Rinse 
all cleanings into the dish. Acidulate the fusion with HCl and 
evaporate the contents of the dish to dryness, but do not bake. 
Take up in HCl and water, heating until all salts are in solution. 

Filter out all separated tungsten trioxide. Wash thoroughly 
with HCl wash water. Evaporate filtrate and washings again 
to dryness. Take up as before; filter and wash. Combine the 
two sets of filtrates and washings which will contain the bulk 
of the iron and all of the sulphur. Burn off the two residues 
on the two filter papers until free of paper char. The ash will 
contain the bulk of the tungsten present and a little of the iron. 
To obtain this part of the iron the ash must be fused with twenty 
times its weight of sodium carbonate until a quiet fusion is 
obtained. This should be done at a bright red heat. 

Dissolve the melt out in water in a casserole as in the first 
fusion. When the small brown residue floats around, it is well ex- 
tracted and can be filtered off. Washed thoroughly with sodium 
carbonate water and then with water alone. To insure the complete 
removal of the tungsten, which is essential, the ignited residue 
should be fused again as before; dissolved out in water; filtered 
off; washed with water thoroughly; then dissolved off the filter 
with hot HCl; the filter washed free of iron test, and the filtrate 
and washings added to the two sets of filtrates and washings 
which were previously mentioned as containing the bulk of the 
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iron and all of the sulphur. This total combination of filtrates 
and washings will contain all of the iron and sulphur and some 
tungstic acid still in solution. Make these filtrates, etc., slightly 
ammoniacal; heat; filter out the iron; wash it thoroughly with 
water. Keep the filtrate and washings for the total sulphur. 
Ignite the washed iron hydroxide; dissolve it out with HCl; 
pour the solution into dish; rinse the crucible out well into the 
dish; evaporate all to dryness; take up in the least amount of 
water and acid; heating until all is in clear solution except some 
yellow precipitate of tungstic acid that is almost certain to sepa- 
rate out here. This must be filtered out; washed; the filtrate 
and washings evaporated to fumes with about 30 c.c. of 1:3 
H2S8O.4 taken up by heating with some water and about 10 c.c. 
more of the sulphuric acid. 

This should be again filtered if it shows any turbidity of 
tungstic acid; the filter washed free of iron test with sulphuric 
wash. The filtrate and washings should now be free of tungsten 
and contain the total iron. Evaporate to 100 ¢.c. volume and 
pass the solution through the zine reductor and titrate with 
the permanganate standard used for.the determination of iron 
in graphites if the percentage of iron is small as in a powder, 
but if the sample is a ferro an aliquot part of the solution should 
be reduced and titrated with the permanganate standard of 
the strength used in iron ore. (See page 39.) 

Sulphur.—The filtrate and washings last referred as to be 
kept for the total sulphur should be treated with a cinchonine 
solution, using 20 c.c. of the solution, which is made by dissolving 
25 grams of cinchonine in 200 ¢.c. of 1: 1 HCl. Let the solution 
_ of this sample stand several hours after being treated with the 
20 c.c. of the cinchonine. If any precipitate forms, it must be 
filtered off and washed with a wash consisting of 10 c.c. of 
cinchonine solution dissolved in 500 ¢.c. of water. Heat the fil- 
trate and washings and add about 30 c.c. of a saturated solution 
of barium chloride. Let stand overnight, and finish for sulphur 
as in plain steels, weighing the barium sulphate. (See page 335.) 

Total Sulphur by Evolution.—The best and easiest way to 
get the total sulphur in tungsten powder, ferro-tungsten, oxide, 
etc., is to heat 1 gram or less of the substance in the finely powdered 
state in a tapered clay combustion tube at a temperature of 
950° C. in a stream of hydrogen saturated with HCl. The 
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evolved H2S is caught in an ammoniacal solution of cadmium 
chloride and finished exactly as in plain carbon steel. (See pages 
122-129.) In this same way the total sulphur is evolved from 
such sulphates as BaSO4 Na2SOu, CaSOu, as hydrogen sulphide, 
by the following reaction: 


BaSO.+2HCl+ 8H = BaCle+H28+4H20. 


Blanks.—Blanks must be run for iron, and sulphur on the same 
amounts of all chemicals and acids used, and for silica, and 
deducted. The reagents are almost certain to be contaminated 
with all of these elements. 

It has been pointed out that sodium carbonate may contain 
enough iron to make an appreciable error in the tungsten deter- 
mination by reason of deducting from the crude WOs, not only 
the iron that existed in the same but also that which contami- 
nated the sodium carbonate used in the fusion. The remedy is 
to subtract the amount of iron and alumina in the carbonate 
from the total iron and alumina found, before deducting the 
latter from the crude WO3. Credit is due to Mr. Geo. M. Berry 
for emphasizing this point, which is one phase of the general neces- 
sity of running blanks on all reagents that one uses for any 
analysis whatsoever. 

Phosphorus.—The author has found that the practice of 
decomposing tungsten-bearing’ materials by fusing them with 
a mixture of sodium carbonate and potassium nitrate, leaching 
out the fusion, acidulating with hydrochloric acid, removing the 
tungstic acid by several evaporations to dryness, and then using 
the filtrate and washings from the tungstic acid for the deter- 
mination of the phosphorus, gives far less than the actual per cent. 

The method that he now uses together with the proof of the 
accuracy of the same, he first published in the Journal of Ind. 
and Eng. Chem., Vol. V, No. 4. The full description of his 
method can be found on pages 90-93. 

Manganese.—Fuse 0.100 gram with 2 grams sodium carbonate 
and 0.5 gram of .niter. Remove tungsten by one evaporation 
to dryness. Dissolve. in 5 ¢.c. 1:1 hydrochloric acid; filter; 
wash; evaporate to fumes with 10 ¢.c. 1:3 sulphuric acid. 
Dissolve in 10 ¢.c. of water; wash into a 10 by 1 inch tube; 
dilute to 20 c.c. with water. Add 10 c.c. concentrated nitric 
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and finish as in steels. Accurate to 2 per cent if 0.050 gram 
is taken for analysis when the manganese exceeds | per cent. 

For higher per cents of manganese fuse 1 gram and remove 
tungsten by one evaporation. Convert the filtrate into sul- 
phate; rinse it into a liter flask and proceed as given for high 
manganese in above 2.00 per cent Mn. (See page 345.) 

Molybdenum in Tungsten Powders—Fuse 1 gram as for 
tungsten. Dissolve the melt in as little water as possible. 
Filter. Wash with sodium carbonate water. Add to the filtrate 
and washings 4 grams of tartaric acid. Then make the filtrate 
very slightly acid with hydrochloric acid. Warm. Pass H2S 
for an hour, or until the brown sulphide settles well. Filter off 
the sulphide. Wash it thoroughly with H2S water. Ignite the 
precipitate at a very low heat 550° C. until white or bluish white. 
If it looks yellow, fuse it with a little sodium carbonate; dissolve 
the melt in water; add a crystal of tartaric acid and proceed 
as before with HoS. 

When the bluish white molybdenum trioxide is obtained, 
multiply its weight by 0.6666 after deducting the silica, ete. 
(See Molybdenum in Steel.) The methods given for tungsten 
powder apply also to ferro-tungsten. 

Magnesia and Lime in Ferro-tungsten and Tungsten Powder. 
—Weigh 1 gram of sample in 38-inch platinumedish with platinum 
cover or in a palladium-gold substitute dish. Add 10 e.c. hydro- 
fluoric acid and warm. Using a glass tube of moderate bore, 
add cone. nitric acid, drop at a time, keeping the dish covered 
as much as possible because of brisk action taking place, until 
no further action is observed. 

Add about 1 e.c. HNO3 in excess, remove lid and rinse thor- 
oughly with distilled water; then add 10 ¢.c. H2SO4 (1.84 sp. gr.) 
by distributing it in drops over the contents of the dish, which 
should become clear due to perfect solution. 

Place dish on graphite bath over moderate flame at first; 
evaporate low, at which stage yellow tungsten trioxide pre- 
cipitates; increase flame under bath and take to heavy SO3 
fumes; cool; cover with a watch glass; then add 25 e.ec. HCl 
(1: 1), small quantity at a time because of violent action. 

Heat for twenty minutes on graphite bath with moderate 
flame, dilute to about 100 c.c. with distilled water; stir for a 
few minutes; then transfer contents to clean 400 c.c. beaker. 
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Rinse dish with 1/10 HCl, wash, removing any adhering tungstic 
oxide, using a little ammonia in the dish for the purpose if neces- 
sary. Volume in beaker, about 150 ¢c.c. Heat for about ten 
minutes on bath with occasional stirring, to insure solution of 
all soluble salts. Filter on double 11 em. ashless filters, and 
wash fifty times with 1/20 HCl wash. The tungsten precipitate 
is quantitative. It should be burned off to free it from the 
paper; fused with 10 grams of sodium carbonate; dissolved out 
in water; the water-insoluble filtered out, first. warming it with 
alcohol if there is any green manganate present; wash the filter 
thoroughly with carbonate water; then dissolve the water-insol- 
uble off the filter with some hot 1:1 HCl, as it may contain 
some lime, manganese, and magnesia; wash the filter; add 
the filtrate and washings to the main filtrate from the tungsten. 
This main filtrate will now contain all of the lime, manganese, 
and magnesia and iron in the sample. 

The whole of the filtrate may be used for the lime and magnesia, 
or it may be divided as follows: After diluting to 500 c.c. and 
thoroughly mixing the dilution: 


50 c.c.=100 mg. for manganese; 
200 c.c.=400 mg. for cinchonine pptn. of traces of tungsten; 
250 c.c.=500 mg. for lime and magnesia. 


Lime.—Make the total filtrate from the tungsten to which 
the solution of the iron, etc., from the crude WO3 has been 
added as described, slightly ammoniacal. Boil two minutes; 
filter off the iron, etc.; wash it with water; redissolve it in hot 
1:1 HCl; wash the paper from which it was dissolved free of 
iron test. Reprecipitate the iron as before with a slight excess 
of ammonia; filter; wash with water. Combine the two filtrates 
and washings from the two ammonia precipitations. Make the 
combined filtrates slightly acid with HCl; evaporate to about 
250 c.c. Add 20 ec. of a saturated solution of ammonium 
oxalate to the evaporated solution; make slightly ammoniacal; 
heat to boiling. Let stand several hours, preferably overnight. 

Filter on double 9 em. paper, catching filtrate in 800 c.c. 
beaker. Wash until free of chlorides, with ammonium oxalate 
wash (10 ¢.c. saturated solution of ammonium oxalate to 500 c.c. 
water). Burn off with a low flame in a weighed platinum crucible; 
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then increase flame; finally, using blast lamp to constant weight. 
Weigh as CaO. 

To free from traces of WOs and SiOz2 dissolve residue in 
crucible in 10 c.c. 1:1 HCl; filter on a small paper; wash 
with 1/10 HCl wash; burn off; weigh and deduct. 

Reprecipitate the lime in this filtrate as before; wash it; 
weigh it again as a check. The oxalate filtrates and washings 
from the two lime precipitations should be combined for magnesia. 

Magnesia.—Evaporate these two filtrates and washings to 
about 500 ¢.c. volume. Add 20 c.c. of a saturated solution of 
sodium ammonium phosphate. Stir and add 150 c.c. ammonia 
(0.90 sp. gr.). Let stand overnight; filter on double 9 cm. 
paper, washing free of chloride with the following wash; 10 c.c. 
ammonium nitrate, 50 c.c ammonia (0.90 sp. gr.), diluted to 
500 c.c. with distilled water. Burn off in a weighed platinum 
crucible over a low flame. When black particles have disap- 
peared raise the flame and burn until white. If discolored, purify 
as directed under lime. Residue is weighed as MgeP207. Mul- 
tiply by 36.20 to calculate to percentage of MgO. 

Run blanks on all of the foregoing. 

Carbon.—The carbon in tungsten powders can be deter- 
mined by burning the latter in the electrically heated furnace 
without any aid to the combustion other than the oxygen. The 
heating in the stream of oxygen should be continued for forty- 
five minutes. Ferro-tungsten should be as finely powdered as 
possible. It is mixed with four times its weight of red lead or 
peroxide of lead to insure complete combustion and the burning 
should be continued for thirty minutes at least. Blanks must 
be determined on the oxide of lead used, and deducted from the 
total COz found. (See Chapter XI, page 257.) 

Sulphur by Fusion in an Iron Crucible—Sulphur can be very 
accurately determined by fusing in an iron crucible 1 gram of 
the tungsten powder or the ferro-tungsten with 15 grams of 
sodium peroxide mixed with 7 grams of sodium carbonate. 

The melt is dissolved out in water, in a casserole, and evap- 
orated to dryness after adding an excess of HCl. Proceed from 
this point to remove the tungsten, as given on page 76, until 
the last traces of it have been precipitated with cinchonine. 
The filtrate from the cinchonine tungstate is then precipitated 
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with barium chloride and the sulphur finished as given for steels 
(page 335). Run complete blanks including every operation. 
If the cinchonine contains excessive amounts of sulphates, as is 
sometimes the case, these can be removed by washing the crystals 
on a porcelain colander with distilled water until the washings 
no longer give a precipitation with ‘barium chloride solution. 
This may cause some loss of the cinchonine. A sulphur deter- 
mination of any tungsten compound should, without fail, have 
this cinchonine treatment to remove last traces of the meta- 
tungstate, otherwise the latter tungstate will contaminate the 
barium sulphate, frequently causing serious error. See also 
evolution method in a hot tube in a stream of hydrogen and 
HCl vapor, at 950° C. (See page 122.) 


THE DETERMINATION OF OxyYGEN IN MerTaLuic TUNGSTEN 
PowpDER AND Some NOTES ON THE DETERMINATION OF 
OXYGEN IN STEEL 


It has been found a distinct advantage both in the manu- 
facture and use of tungsten powders to know their oxygen 
content. In one of the laboratories under the author’s direc- 
tion, this determination is a matter of daily routine. The 
method involves the same principle used in the determination 
of oxygen in steel, i.e., the ignition of the substance in a stream 
of hydrogen, which method is credited to Ledebur. 

The electrically heated furnace introduced by the author * in 
1908 for the direct determination of carbon in iron, steel and 
alloys is utilized in the process which is described in detail in 
this paper. 

Walker and Patrick,t in a paper read at the Eighth Inter- 
national Congress of Applied Chemistry, attack the accuracy 
of the Ledebur method on the ground that any oxides of man- 
ganese or silicon present in the steel would not be reduced. The 
author regards the Ledebur method as more practical than the 
proposed new one t above noted; even if the former process 
does not reveal the total oxygen present it certainly shows 


* J. Am. Chem. Soc., 30, 773. 
+ Proc. 8th Intern. Cong. Appl. Chem., 21, 139; also Ind. and Eng. 


Chem., 4, 799. 
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enough of it to furnish a basis for judgment of the quality of 
the steel. If the steel is sufficiently dirty and poorly melted 
in actual, open-hearth, Bessemer, or crucible practice to contain 
oxides of manganese and silicon, then it would surely contain 
enough oxide of iron to condemn it. 

The arrangement of apparatus is indicated in the drawing and 
the accompanying notes. The towers (or Jars), page 85, are the 
author’s design, as are also J, J and C, and were used first as 
part of a combustion train.* In this laboratory four furnaces 
are placed side by side. By the use of a Y tube at the outlet of 
jar F, Fig. 1, one train from F to K can be made to serve two 
furnaces.t Of course, a separate set of A, B and C is necessary 
for each furnace. If, after making a large number of deter- 
minations, the blank begins to show a gradual increase, the 
contents of the various jars must be renewed. 

Method.— Blank.—Before introducing anything into the 
electric furnace, close all points marked “ screw pinchcock.” 
At B, Fig. 1, make a connection with a straight glass tube instead 
of the U tube shown. Insert quickly into the quartz tube (at 
the point marked E) the porcelain boat that has been kept at 
105° C. in an air bath. Push the boat into the center of the 
furnace with a heavy copper wire which is marked to show how 
to place the boat in the hottest part of, the furnace. Stopper 
the tube as quickly and tightly as possible. Open all four pinch- 
cocks and turn on the hydrogen slowly until it passes through 
the apparatus at the rate of about seventy bubbles per minute. 
Allow the hydrogen to pass through the cold furnace for thirty 
minutes. Close all the .pincheocks and replace the glass tube 
at B by the U tube. Open all cocks and let hydrogen run for 
another half hour to fill the weighing apparatus with this gas. 
Close all pincheocks and the glass cocks on the U tube. Remove 
the U tube and weigh it quickly. Insert the U tube again, 
open all cocks and start the hydrogen flow; turn on the electric 
current in the furnace and bring up the temperature to 950° to 
1000° ©. After reaching this temperature keep the heat on 
for two hours with the hydrogen passing continually. Close all 
pinchcocks, shut off the hydrogen, and close the glass cocks on 


* J. Am. Chem. Soc., 28, 862. 
t See photo No. 1. 
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the weighing apparatus B. Detach and weigh B. The differ- 
ence between this weight and the first weight represents the 
blank to be deducted from all determinations. 

Sample.—Dry the finely ground powder of the tungsten metal 
to constant weight at 105° C. Put 2 or 3 grams of the powder 
into a porcelain boat that has been dried at 105° C. Place 
this in the cold furnace and stopper tightly at #. Using the 
glass tube connections at B, open the pinchcocks and allow 
hydrogen to pass through the cold furnace for one-half hour to 
remove whatever air entered when the charge was inserted. 
Close all pinchcocks and replace the glass tube by the weighed 
U tube at B. Open all cocks, adjust the hydrogen flow to seventy 
bubbles per minute and turn on the electric current, heating the 
furnace to from 950° to 1000° C. Maintain this temperature for 
two hours with the hydrogen passing. Close all cocks and turn 
off the hydrogen. Remove and weigh the U tube. The increase 
in weight minus the blank gives the amount of water formed by 
the reduction of the metallic oxides to metal. This result multi- 
plied by 16 and divided by 18.016 is equivalent to the weight 
of oxygen which is converted into percentage by the usual calcu- 
lations. 

Standardization of Apparatus.—With C.P. Tungstic Oxide— 
This material is prepared as follows: Treat 5 grams of 96 to 98 
per cent tungsten powder in a platinum dish with 10 c.c. e.p. 
hydrofluoric acid. Pour on this mixture very slowly 30 c.c. of 
concentrated nitric acid. This produces considerable heat, and 
the material is dissolved as clear as water. Now add 15 e.c. 
of concentrated sulphuric acid, evaporate to thick fumes, cool, 
add from 10 to 20 ¢.c. ¢e.p. hydrochloric acid, boil, from three 
to four minutes, add 50 e.c. of water, heat, filter, and wash free 
from iron and sulphates by decantation in a 600 c.c. beaker, 
Transfer to a platinum dish, ignite at a bright red heat in a 
muffle, and put in a glass-stoppered bottle. Before using any 
of this material for a test, ignite a portion of it at a blast lamp 
temperature. Immediately after the blasting put 1 gram of the 
oxide in a porcelain boat dried at 105° C., and charge it at once 
into the furnace. It will require at least six hours treatment 
at 950° to 1000° C. to reduce this amount of oxide and carry all 
of the water formed over into the weighing apparatus. 
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With Ferric Oxide.—Dissolve 10 grams of low carbon steel of 
very low phosphorus, sulphur, and silicon content in 100 c.c. 
hydrochloric acid in a liter beaker. Transfer this to a No. 7 
porcelain dish and evaporate to 10 cc. Add 100 c¢.c. nitric 
acid and evaporate to 20 ¢.c. Add 50 e.c. of concentrated nitric 
acid, and evaporate to dryness. Place the dish in a muffle and 
heat to redness. Cool, dissolve in 50 c.c. hydrochloric acid, 
add 50 ¢.c. of water, evaporate to small volume, filter out insol- 
uble matter, such as silicic acid, and precipitate with filtered 
ammonia. Wash the precipitate by decantation until free from 
chlorides, dry in a porcelain dish, heat to redness and place 
in a stoppered bottle. Blast a portion of this for three or four 
minutes, transfer 1 gram quickly to a porcelain boat, and place 
at once in the reduction furnace. Pass hydrogen for six hours 
after the furnace reaches 950° to 1000° C. 


TABLE I—RESULTS OBTAINED BY APPARATUS DESCRIBED 


Pure WO;, contains 20.69 per cent oxygen. 

1 gram gave 20.70 per cent oxygen. 

0.250 gram gave 20.80 per cent oxygen. 

0.500 gram gave 20.30 per cent oxygen. 
Average, 20.60 per cert’ plus. 

Pure Fe.O;, contains 30.06 per cent oxygen. 

0.500 gram gave 30.16 per cent oxygen. 
Blanks, 0.0030 and 0.0036. 


The Effect of Free Carbon on the Method.—It is an advan- 
tage to have some excess of free carbon in finished tungsten 
powder, and, at times, in the process of manufacture, it is 
necessary to know the amount of oxygen present in a powder 
that contains as much as 3 or 4 per cent of charcoal. Some 
tests were made to see if the reaction WO3+3C=W+3CO 
might not occur at the same time with the desired reaction 
WO3+6H=W-+3H20. Table II shows that the presence of 
excessive amounts of free carbon caused no material error in 
the case of the pure tungsten oxide, but did cause low results 
when the carbon content exceeded 5 per cent in the iron oxide. 
A curious feature is that 30 per cent of free carbon caused 
practically no lower result than the addition of 10 per cent. 
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TABLE II—RESULTS OBTAINED WITH MIXTURES OF OXIDES 
AND CHARCOAL 


Grams or Mixture. Percentage Percentage Percentage 
i Oxygen, Oyxgen, Carbon 
WOs. Ghartoal. Theoretical. Found. Present. 
0.544 0.201 20.69 20.57 26.6 
0.300 0.090 20.69 19.80 23.0 
0.400 0.080 20.69 20.32 16.7 
0.500 0.060 20.69 20.53 10.7 
Fe.03 
0.5785 0.000 30.06 29.84 None 
0.473 =. 0.208 30.06 27.35 30.5 
0.400 0.122 30.06 28.68 23.3 
0.300 0.089 30.06 27.53 23.0 
0.500 0.025 30.06 29.95 4.7 
0.500 0.050 30.06 27,82 9.7 


The following table shows the amounts of oxygen found in 
the various brands of tungsten powders made both in the U. S. 


and abroad. 


Each numeral represents a different make. 


The reduction was particularly poor in the second lot 
received from the German manufacturer designated as II (No. 2 
When so much oxide is present it 
ean be easily detected by the eye, being equivalent to 10.92 
Such so-called metal has a distinct 


in his second shipment). 


per cent of tungstic oxide. 
brown color. 


TABLE III 
Make. Imported or Domestic. Oxygen Found. Consignment. 
Per Cent. 

Leh emer ate. Seek ths German: pee 1.02 ate 
eer Bey eS tdi Bt tes (German inde sacs LO No. 1 
U1 eae ee ee (Seria ea, ee 2.26 No. 2 

Wie ie rere Germankerce re 0.18 
TONGA Phas ata A Oem a Germane sae 02538 ahi 

Verh ine od ae STMCTACATIOEY TA ae 0.37 No. 1 
VSR etc nee es American: -o sass> 0.47 No. 2 
Vote Seats «areas e\eAmericans .s.ser-1 1,24 No. 3 
WAIl 5 5 50 Ho Ones AAMETIGAM 4. 4 are 0.80 

NWALDIE Se estas Cee eee AMETICAI Asa cet es 0.45 
(AU Ie sats oie ees Ace eae Americdiivews: = oc 0.08. 
VAL evenene tc, ered on ee INTRON oa oo ac 0.07 
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The Decarbonization of Steel When Ignited in a Stream of 
Hydrogen for the Oxygen Test.—In 1909 the writer called 
attention to the fact that hydrogen will produce a bark, or decar- 
bonized surface, on steels when the latter are heated in a current 
of this gas. Supplementing this statement * the following tests 
were made on three steels that were analyzed for oxygen: 


TABLE IV 
be x 
| Grams of PERCENTAGE CARBON CONTENT. 
Drillings Taken Bee ate 
t 
“a Tene Hydrogen. Before Tenifien!| Aféer Ignition. 
Sprang Ms econo 9.6 3 1.04 0.90 
eG Ws oe ome 16.0 ; 1.08 0.83 
iseyaoqos JOM econ 19.5 i. .83 6.70 


In the foregoing method no preheating furnace or tube is 
used such as was recommended by Ledebur in his “ Leitfaden 
fir Eisenhiitten-Laboratorien ”’ and adopted by others who have 
since written on this or similar subjects, thus simplifying matters 
to that extent. Also, concentrated sulphuric acid is omitted, 
entirely, eliminating the possibility of unpleasant, not to say 
dangerous, accidents from this source. 

The introduction of an alkaline solution of pyrogallol into the 
purifying train was made at the suggestion of Mr. Simon Lubow- 
sky, in July, 1912, when working under the author’s direction. 
The latter adopted his suggestion as did Mr. MecMillen,+ of 
The Crescent Steel Works, who was the first to apply the elec- 
trically heated furnace, introduced by the writer, to the deter- 
mination of oxygen. 

Photo No. 2 shows a battery of four of the writer’s furnaces 
which he designed some years ago and published in the Met. 
and Chem. Eng. The construction is very simple, consisting 
of a split-heat insulating cylindrical muffle, of infusorial earth; 
a heating element of nichrome wire wound on a collapsible 


*See “The Formation of White Scale on Steel and the Surface Decar- 
bonization of Pipe-annealed Steel,” page 423. 

+ Met. and Chem. Eng., 11, No. 2; also J. Ind. and Eng. Ones Feb., 
1913. 
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PxHoto No. 2. 


mandrel, and covered with alundum cement. These furnaces 
are arranged in a suitable train for the determination of oxygen 
in tungsten powder or in steel. 

The Preparation of the Steel Sample for the Determination 
of Oxygen.—The steel should be first thoroughly ground and 
polished free of all rust and scale as a very small particle of 
either oxide would seriously impair the accuracy of the work. 
The drill should be also free of rust, grease, and scale. The 
drilling should be proceeded with slowly so as not to overheat 
the sample as this will cause oxidation. Any blue- or gold- 
colored drillings present indicate overheating during the drilling 
or milling of the samples and any such should be rejected. 
The coarse drillings are also rejected; and only those drill- 
ings that will pass a 20-mesh screen and will not pass a 
30-mesh one are used, unless the drillings are very thin. Ten 
to 20 grams of sample are taken and the work is carried out as in 
the tungsten powder. The drillings are kept over anhydrous 
calcium chloride until used. The great danger about the whole 
operation is that improper sampling may cause oxygen to be 
found that does not exist in the steel. The drillings are heated 
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at 950° to 1000° C. for two hours in the apparatus shown on 
pages 85 and 89, Fig. 1. and photo No. 2. . 


Tue DETERMINATION oF PHOSPHORUS IN FERRO-TUNGSTEN 
Merattic TUNGSTEN PowprER, TUNGSTEN OXIDE AND 
Tunastic Acip BY Direct SOLUTION* 


The author found in the course of an investigation that the 
practice of decomposing tungsten-bearing materials by fusing 
them with a mixture of sodium carbonate and potassium nitrate, 
leaching out the fusion, acidulating with hydrochloric acid, 
removing the tungstic acid by several evaporations to dryness, 
and then using the filtrate and washings from the tungstic acid 
for the determination of the phosphorus, gave far less of the 
latter element than was actually present. He then devised the 
following method which he has found to give near enough to 
the true phosphorus for technical purposes 

Phosphorus in Ferro-tungsten.—Add 30 c.c. of concentrated 
nitric acid to 1 gram of the powdered sample, in a platinum 
dish; then add slowly 3 c.c. of c.p. hydrofluoric acid. Keep 
the dish covered with a watch glass; warm the mixture. After 
warming and slight boiling, the material should dissolve to a 
clear solution. Transfer the solution to a No. 5 porcelain dish 
and evaporate to dryness; do not bake, as there is danger of losing 
phosphorus at this point. Dissolve this residue with 50 c.c. of 
concentrated hydrochloric acid. Heat with the lid on; then re- 
move the lid and evaporate to dryness; do not bake. Dissolve 
again, using 20 c.c. of concentrated hydrochloric acid; heat; 
add 50 c.c. of water, stir, heat, and filter out the main tungsten; 
wash with one part of concentrated hydrochloric acid diluted 
with twenty parts of water. Evaporate the filtrate and wash- 
ings to 10 c.c., add 20 ¢.c. of water, stir, and filter as before. 
Evaporate to 10 c.c., add 75 c¢.c. of concentrated nitric acid 
and heat with the cover on until all action is over; remove the 
lid and evaporate to 20 ¢.c. Add 50 c.c. of nitric acid, and evap- 
orate to 15 c.c. Add 20 c.c. of water, stir, heat, and filter into 
a 6 oz. beaker; wash with 2 c.c. of concentrated nitric acid diluted 
with 100 c.c. of water, washing fifteen times. Evaporate the 
filtrate and washings in the beaker to 40 c.c. Replace the lid 


*See J. Ind. Eng. Chem., Feb. 7, 1913. 


DETERMINATION OF PHOSPHORUS IN TUNGSTEN 91 


and add a slight excess of 5 per cent solution of potassium per- 
manganate; boil three or four minutes. Dissolve the excess of 
manganese oxide with a little ferrous sulphate, and precipitate 
the phosphorus with molybdate solution. 

When dissolving ferro-tungsten in,the mixture of nitric and 
hydrofluoric acids, a porcelain dish can be used, but a little 
more hydrofluoric acid may be needed to secure complete solu- 
tion of the alloy on account of the tendency of the latter acid 
to attack the dish. Further, when a porcelain dish is used, 
blanks must be run, using a standard steel. The latter is dis- 
solved in the mixture of the two acids and the phosphorus deter- 
mined, using the porcelain dish. If the standard is found to 
run higher than it should, the deduction necessary to correct 
it constitutes the blank to be subtracted from the phosphorus 
found in the sample. 

Any method with which the writer is acquainted, using a 
carbonate and niter fusion of materials containing tungsten for 
the purpose of obtaining the percentage of phosphorus therein, 
gives only a fourth, or less, of the actual content of the latter 
element. The following results are only a few of those obtained 
in this laboratory and are given in proof of the above statement: 


COMPARISON OF FUSIGN AND EXTRACTION METHODS 


Percentage, Phosphorus 
Sample. Author’s Found by 
Extraction Fusion with 
Method. Na2zCO3 +KNOs. 
0.322 
0.350 0.096 
ERED UPS bCTIN Gael Oeste ee cans betes clay areata. s 0.345 0.088 
0.330 
A high phosphorus pig iron (0.73 per cent P): 
0.5 gram tungsten powder (98 per cent pure) 0.098 
POL PLAN OF WOU. 2 alee tyes a ciehelcicee ea 0.70 { 0. 095 
SOM IN US PCT CH KG ete, Mele Peciie, 2 =: fvetals es aes BTS 0.101 
Ta 0.102 } Ce 
Tungsten powder oxidized to WO; at low red , 
MCAtELOLG EXtrsa ChION sae ais sieyekeleilohs =) -4s 0.113 0.007 


Phosphorus in Tungsten Ores.—Here the procedure differs 
only in the manner by which decomposition is effected. Grind 
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the ore to the finest possible state of division; extract at nearly 
boiling temperature with 100 ¢.c. cone. hydrochloric acid in a 
No. 5 porcelain dish. About every: thirty minutes, add 0.1 gram 
additions of KClO3; on each addition of chlorate stir the sample 
off the bottom of the dish with a glass rod. Continue the heat- 
ing, addition of chlorate, and stirring until the tungsten ore has 
changed from a brown color to yellow in case of the dark ores; 
or from a light gray or brown to a very bright yellow in case of 
scheelite ore. Evaporate to dryness; cover; add 50 c.c. con- 
centrated HCl; heat ten minutes to dissolve the iron and man- 
ganese; add 50 c.c. of water and heat fifteen minutes to allow 
the tungstic acid to separate well; cool and mix in some paper 
pulp. Filter through a double filter; wash with one part of 
hydrochloric acid diluted with twenty parts of water. Evap- 
orate the filtrate and washings to 5 c.c. and add 75 c.c. of con- 
centrated HNO3; heat with the cover on the dish until all red 
fumes are gone and no further spraying occurs; remove the 
cover again and evaporate to 10 c.c.; add 50 c¢.c. of concen- 
trated nitric and evaporate to 10 c.c. again; dilute with 15 c.c. 
of water and mix well. Filter into a6 oz. beaker; wash with 
a 1 per cent by volume solution of nitric acid, fifteen or twenty 
times. Evaporate the filtrate and washings to 40 c.c. in the 
beaker; boil with a slight excess of perniahganate solution. 
Add just enough ferrous sulphate to clear the excess of the 
hydrated oxide of manganese and boil again five minutes. Add 
50 c.c. of molybdate solution to the hot fluid in the beaker and 
finish the analysis as in phosphorus in steel. 

By careful heating and small additions of the chlorate, 
together with further applications of acid, if necessary, many 
dark ores can be so completely decomposed as to attain a clean 
orange color. The more complete the decomposition, the more 
perfect will be the extraction of the phosphorus. The hard 
black ferberites are the slowest to yield and take on the yellow 
color. The decomposition can be done to the best advantage 
at a low digesting heat and will require at least five or six hours. 

This somewhat lengthy method is the only one that the 
author has found reliable, thus far, for technical purposes in 
tungsten ores. The latter may contain all the way from slight 
traces up to 0.500 per cent phosphorus. The fusion method 
with these ores gives just as low results as with the ferro-tungsten. 
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The cause of the low results is the formation of phospho-tungstic 
acid; this is carried from the solution with the main tungstic 
acid that forms when the sodium tungstate is decomposed by 
acidulation and evaporation with acid. 

Phosphorus in Metallic Tungsten Powder, Tungstic Oxide 
and Tungstic Acid.—Ignite the tungsten powder at a red heat 
with frequent stirring until it is all converted to the yellow 
oxide. Then extract exactly as in tungsten ore for at least six 
hours and finish according to the ore method. 

The original oxidation is best accomplished by weighing the 
sample into the dish in which the extraction is to be made and 
then placing dish and all in a muffle which is at a low red heat. 

Tungstic acid and oxide do not require heating to redness. 
Their analysis for phosphorus is exactly like that for ores, begin- 
ning with the hydrochloric acid, chlorate treatment. 

Reserve the tungsten residues that are filtered out after the 
extractions and evaporations for the tungsten determination. 
The purification of these residues will be described under 
Tungsten in ore, page 102. 

Nots.—It may be well in this article to caution those who 
have occasion to determine the phosphorus in molybdenum 
compounds, that any molybdic acid ‘separating out of acid 
solutions containing phosphorus will carry a considerable amount 
of the latter element out, forming the analogous compound 
phospho-molybdie acid. 

Method.— The Determination of Tin in Metallic Tungsten 
Powder.—Weigh 1 gram of finely ground sample into a porcelain 
boat of size 2? inchesX} inch. Spread this material out in as 
thin a layer as possible. Place this boat in the quartz tube 
of the same apparatus as is used for the determination of oxygen. 
Let the hydrogen pass at 950° C. or thereabouts for one hour. 
The hydrogen should pass through the furnace considerably 
faster than it does for oxygen determination. Turn off the 
current and continue to pass hydrogen until the furnace is 
cooled sufficiently, i.e., below a red heat, so that the hydrogen 
will not explode when the stopper is removed for withdrawal 
of the boat. All the contents of the boat should now have the 
gray color of metallic tungsten. Unless it has this color, it 
should be returned to the furnace and heated further as before. 
When the material is properly reduced, remove it to a small 
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agate mortar; pulverize it, taking care not to lose any of the 
substance. Then transfer the finely ground tungsten powder 
to a 5-inch casserole; add 100 ¢.c. of concentrated hydrochloric 
acid; heat the dish for six hours in boiling water, with frequent 
small additions of potassium chlorate. Add about 1 gram of 
this salt every hour. Stir the material well off the bottom of 
the dish with each addition of the potassium chlorate. Add 
100 ¢.c. of water; stir well ; filter; wash with dilute hydrochloric 
acid water; add 10 ¢.c. of cinchonine solution; dilute to 400 c.c. 
with water; stir thoroughly; let stand overnight; filter from 
any precipitate of tungsten cinchonate; wash with solution 
containing 5 c.c. of cinchonine solution, diluted with 500 c.e. 
of water; add ammonia to the solution of the sample until the 
iron precipitate, or other precipitates that may have formed, 
seems to dissolve rather slowly. Heat the perfectly clear solu- 
tion to about 80° C.; pass H2S slowly through it until the pre- 
cipitate of tin sulphide separates out well. This will take several 
hours’ passage of the gas. Filter. Wash with HS water. 
It will require about fifty to sixty washings to remove the iron. 
Burn the filter paper and sulphides of tin, copper, molybdenum, 
ete., at a red heat in an open porcelain crucible until the residue 
is of a grayish white; if copper is present there will be black 
spots in the ash. If tinged with red, iron is present. In either 
case warm the ash in the crucible with 10 ¢.e. of 1.20 nitric acid, 
covering the crucible with a small watch glass during the heating 
period, which should continue until any slight effervescence that 
may occur has ceased. If bismuth be present, it is quite notice- 
ably reduced during the removal of the carbon of the filter 
paper. After heating for, at least, ten minutes, and longer if 
necessary, the watch glass is removed, rinsing off its under 
surface and allowing the washings to run into the crucible. 
Evaporate the contents of the crucible to dryness and gently 
ignite it until all nitrates are decomposed. Then weigh the 
residue, after igniting it at a red heat for thirty minutes to 
render the tin insoluble. This weight will be that of the oxides 
of Sn, Cu, Mo, Sb, Bi, and a little Fe. To remove the Cu, Fe, and 
Bi warm the ash in the crucible with 10 ¢.c. of 1: 1 HCl, heating 
for ten minutes just below boiling; rinse the contents of the 
crucible onto a small filter; wash the same with 1 : 20 HCl and, 
finally, with some water. Ignite the paper in the same crucible 
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again until white to grayish white at:a low red heat. Moisten 
with cone. nitric acid and ignite again to oxidize any metal 
formed. 

To remove molybdenum extract this residue with 5 or 10 ¢. c¢. 
of strong ammonia. Use ammonia that is freed from any sedi- 
ment or floating particles, or scales of glass. Filter; wash 
paper with ammonia and put it back again into thé same cru- 
cible, and burn the residue at a low heat. This residue will 
now consist of tin oxide plus a little silica. Weigh the-residue; 
and remove it to a platinum crucible. Add four to five drops 
strong sulphuric acid, and then 10 c.c. ¢.p. hydrofluoric acid; 
evaporate as in the determination of tungsten. Drive off sul- 
phuric acid; weigh the white to grayish white residue as oxide 
of tin. This weight multiplied by 0.7876 gives the equivalent 
weight of metallic tin, which is converted to percentage by the 
usual calculations. 

In the presence of much tin and bismuth it is more accurate to 
proceed as given in the foregoing method until the sulphides 
of tin, etc., have been filtered and washed when, instead of 
igniting the same, the mixture of sulphides is ‘placed, filter and 
all, in a porcelain casserole, covered with yellow ammonium 
sulphide and warmed on a water bath with frequent stirring for 
three hours. The pulp and solution are then filtered and washed 
with water containing 10 ¢.c. of the yellow ammonium sulphide 
diluted with 500 c.c. of water. After thorough washing the 
filtrate and washings are made slightly acid with HCl and satu- 
rated with HeS when all of the tin will separate out; it is then 
filtered out; washed with H2S water; ignited; treated with 
nitric acid; ignited again and weighed as tin oxide, now free 
of bismuth, all of the latter having been filtered out with the 
paper pulp, as sulphide, after the ammonium sulphide extraction. 

If the amount of tin and bismuth in solution is large, for 
example 100 mgs. of tin and 50 mgs. of bismuth, it is advisable 
io again heat the precipitated sulphide of tin as before with the 
yellow ammonium sulphide, when the tin sulphide should be 
free of bismuth. 

The combined filtrates from the two extractions of the tin 
sulphide are made slightly acid and the bismuth therein is pre- 
cipitated with H2S; washed with H2S water; ignited at a low 
red heat in a porcelain crucible; the oxide of bismuth is heated 
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with a mixture of a Jittle conc. HNO3 and cone. HCl until all 
black metallic residue is dissolved; it is then evaporated to 
dryness with an excess of nitric acid; ignited to the yellowish 
Bi203; and weighed as such and calculated to metal by use 
of the factor 0.89655. 

For the separation of as much tin and bismuth as mentioned, 
use 140 c.c. of cone. ammonia saturated with HeS for each extrac- 
tion; and dissolve 1 gram of flowers of sulphur in this amount 
of ammonium sulphide before pouring the latter over the mix- 
ture of the sulphides. 


CHAPTER IV 


Part II 


SAMPLING AND ANALYSIS OF TUNGSTEN ORES 


(1) The Jar Mill—Some years ago the writer installed in 
a laboratory under his supervision a jar mill consisting of jars 
of 5 pounds capacity. The jars are of the finest grade of 
porcelain filled about 2 full of the highest grade of hand 
picked, imported flint pebbles. These latter are of an approxi- 
mately elliptical shape with their shorter axis varying in length 
from five-eighths to one inch. Each jar is charged with 9.8 
pounds of pebbles. The jars are 8.75X9.65 inches outside 
measure. The mill is operated by an electric motor and the 
jars are run at 60 r.p.m. The jars are filled to the utmost 
capacity at which the pebbles will do any grinding at all, that 
is, 5 pounds, at least, must be charged into each jar. If an 
appreciably smaller amount is used then the pebbles do begin 
to abrade on each other and the silica content increases. If 
much more than 5 pounds are put in a:mill of this size then 
the reduction of the sample is extremely slow. The sampling 
procedure is as follows: When the ore is received in lump it is 
crushed under cast-iron wheels to pass an 8-mesh screen. About 
85 per cent of the crushed material is much finer after this 
reduction, and would pass a 30-mesh. After the material is 
screened, it is put back in the sacks and a sufficient portion is 
taken from each bag to provide a 40- to 50-pound sample. This 
is thoroughly mixed and quartered down to about 6 pounds. 
Before quartering the 50-pound sample it is spread out in a 
layer of not above one-half inch thickness, and is divided into 
squares of 2 inches in area. From each square some ore is 
taken for hand grinding, leaving at least a remainder of 5 pounds 
for the pebble mill. The 5-pound sample is ground in the jar 
for from ten to twelve hours. This reduces the ore to the fineness 
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of wheat flour, and secures an absolutely uniform sample. The 
smaller sample accumulated from the squares is well mixed 
and is in turn spread into a layer of one-eighth inch thickness 
and sampled again in squares to about 10 grams. The latter 
amount is then ground in an agate mortar. 


RESULTS OBTAINED FROM THE TWO METHODS OF SAMPLING 


Five Pounp SAMPLE TEN GRAM SAMPLE 
GROUND IN THE JAR GROUND IN THE 
MILL. AGATE Mgprtar. 

Per Cent Per Cent | Per Cent | Per Cent 
WOs SiOz WOs SiOz 
Portuguese wolframite.......... 70.59 Lae 70.51 |) 1,54 
Australian wolframite........... 69.29 PA | 69.30 d.38 
Wolframite from the “Straits”’...| 66.00 2.38 65.96 2.34 

Wolframite from the ‘Straits,’ 

To ti A heats anton: Atte eee 68.81 She 68.88 3.62 
Portuguese wolframite..........- 70.70 2.04 70.79 2.15 
“Straits” wolframite.......... VEBY! 2.04 70.46 2.04 
Portuguese wolframite, car 560, 161. 70.34 2.09 70.52 1.85 
Wolframite from Randsburg, Cal.| 73.58 2.60 73.48 2.64 
Straits wolframite, car 10,1£5....| 69.08 1.95 69.00 1.92 
Canadian scheelite.............. 71.82 4.20 71.88 4.20 
Portuguese wolframite, car 52,974.) 70.48 1.87 70.4 

Cn is 


Srx Pounp SAMPLE 
GROUND IN THE JAR 


TEN GRAM SAMPLE 
GROUND IN THE 


MILL. AGATE Mortar. 
Per Cent Per Cent Per Cent Per Cent 
WOs SiOs “WOs SiOe 
S.'8) Patricia, car 58,714. ......5.: 66.00 A/S} 66.00 Sy 
California scheelite, car 26,440....| 69.23 7.47 69.10 7.49 
Australian wolframite, car 534,453.) 69.6 2oe 69.5 2.40 
Wolframite 8. S. Cleveland, W-1.| 69.6 1.06 69.7 1.05 


After making these tests extending over several months the 
author came to the following conclusions: 

(1) The best grade of porcelain and of hand picked flint 
pebbles must be used. 

(2) The jar must be filled with enough of the sample to pre- 
vent the pebbles from rubbing on each other or on the walls of 
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the jar, i.e., a jar calling for a maximum charge of 5 pounds, 
for example, must be used with that amount in it, otherwise 
notable amounts of silica will be gathered up during the grind- 
ing. On the other hand practically no silica is obtained and 
no appreciable lowering of the tungsten content was noted 
except in one instance car 11,611 was apparently lowered in 
tungsten content from 72.18 to 71.95. 

(3) The proper amount of material to place in a jar of a given 
size in order to secure perfect grinding, without adding silica, 
should be determined by experiment. 

(4) The advantages of this apparatus are that a large sample 
can be taken; that perfect grinding and perfect uniformity of 
sample are obtained; and that the grinding goes on leaving 
the operator free to attend to other work. 

(5) The only disadvantage is the first cost, but in a large 
works where many shipments must be sampled, the saving of 
labor makes the cost insignificant. 


DETERMINATION OF TUNGSTEN IN TUNGSTEN ORES 


(2) The Determination of Tungsten in Ores without a Pre- 
liminary Fusion.—The writer has always refused to assay 
tungsten ores or other tungsten-bearing materials by precipi- 
tation as mercurous tungstate for the reason that any phosphorus, 
molybdenum, aluminum or vanadium present would be pre- 
cipitated with the tungsten and counted as such. Tin also is a 
common constituent of tungsten ores. The writer has often 
encountered the presence of this element in shipments of wolfram- 
ite ores from traces up to 10 per cent. The sodium carbonate 
fusion of the ore which is the usual preliminary to the mercurous 
nitrate precipitation contaminates the sodium tungstate with 
sodium stannate. In scheelite ores it is a common thing for the 
phosphorus to be as high as 0.150 per cent and sometimes as 
much as 0.500 per cent. Slimes and other low-grade concen- 
trates are especially liable to be high in this element. The 
writer has had some residues very rich in tungsten running to 
0.400 per cent. Alumina is a frequent constituent to be guarded 
against. Again, as is well known, it is extremely difficult to 
wash sodium salts out of tungstates precipitated from a solution 
of the former by mercurous nitrate. 
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After some years’ experience in this line of analytical work, 
a method was evolved which is perfectly fair to both buyer and 
seller. It avoids the tedium of the sodium carbonate fusion of 
the main sample and all of the unpleasantness and inherent 
inaccuracies of the mercurous precipitation. After more than 
ten years almost daily use of this method the author again offers 
it in detail as giving the true tungsten. 

Method.—The ore is ground to the finest flour either by hand 
in the agate mortar, or in the laboratory jar mill; after drying 
this powder for two hours at 105° C., one gram of it is weighed 
into a 44-inch casserole of R. B. type with porcelain handle. 
100 ¢.c. of cone. hydrochloric are poured on the ore; the dish 
is covered with a watch glass and heat is applied for one hour, 
keeping the acid below boiling; 200 mgs. of ‘crystals of potas- 
sium chlorate are now quickly added, covering the casserole 
again. After the first violent action is over, the ore is carefully 
and completely stirred off the bottom of the casserole and the 
mild digesting heat is continued for another hour when the 
same amount of chlorate is again added and the sample is again 
stirred up and so on until about 2 grams of the chlorate have 
been consumed and the ore has been thoroughly decomposed as 
shown by its color having changed to bright yellow, or in some 
ores to an orange shade. Scheelite requires four hours of this 
treatment for decomposition; the dark ores, wolframite and fer- 
berite, turn yellow in six hours. The watch glass is then removed 
and its under side is rinsed off with water, allowing the rinsings to 
run into the casserole, the contents of which are now evaporated 
to dryness on a graphite bath, consisting of a 6-inch pudding 
pan filled a little over half full with chip graphite. Each unit is 
heated by an ordinary Bunsen burner and requires but very little 
gas, a flame from 1 to 13 inches in length being sufficient for all 
kinds of evaporations. The layer of graphite is from three-quarters 
to 1 inch thick. This enameled pan is mounted on a clay flame 
guard or support. If it is desired to raise the temperature of 
the dish to a dull red, the pan can be removed and the flame 
length increased. This combination is acid-proof to a practical 
extent; occasionally it becomes necessary to remove the Bunsen 
burner and pour a little 1 : 1 hydrochloric acid through the inlet 
tube to clear it out. After rinsing out the acid with water, it is 
ready for use again. The graphite is indestructible and the whole 
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outfit is quite inexpensive and lasts a long time. Illustration 
No. 44 shows twenty-four of these units in use and No. 43 gives 
a closer view of a portion of a group. The outside depth of the 
pan is 12 inches. 

After evaporating the decomposed ore to dryness, 30 c.c. 
of cone. hydrochloric acid are poured on it; heat is applied; 
70 c.c. of water are added, followed by thirty minutes further 
warming, and some stirring. The crude tungstic acid and silica 
are filtered through a double 11 em. ashless filter. Before per- 
forming the filtration, a three-quarter inch ball of ashless filter 
pulp is thoroughly mixed with the tungstic acid to hasten filtra- 
tion and secure a perfect washing. The mixture on the filter 
should be washed with great care, giving it not less than sixty 
washings with 1 : 30 hydrochloric acid to insure removal of potas- 
sium salts. If the glass rod or the casserole shows yellow stains 
of tungstic acid, these can be removed by pouring over them 
a few drops of cone. ammonia. This solution is then rinsed 
with a thin jet of water into the filtrate and washings from 
whence it is recovered along with any metatungstates as fol- 
lows: 50 c.c. of cinchonine solution are stirred into the filtrate 
and washings which are then allowed to stand for from 6 to 12 
hours to permit the last traces of the tungsten to separate out. 
It may be of interest, in passing, to state that when determining 
sulphur in tungsten-bearing materials of any kind by the barium 
sulphate method, the author always first removes the last traces 
of tungsten that are almost certain to be present by means of 
12 hours’ standing with cinchonine added. It is easily seen 
that a few milligrams of tungstic acid contaminating the barium 
sulphate would cause a serious error. Cinchonine used for such 
work must be first washed free of sulphates before using it. 
This can be easily done by placing the crystals on a large filter 
paper and rinsing them with distilled water until the washings 
no longer give a cloudiness with barium chloride. Any tungsten- 
cinchonine precipitate must be washed with water containing 
some cinchonine solution as the precipitate is soluble, or runs 
through the filter if washed in the same manner as the tungstic 
acid. 

The filter papers carrying the tungstic acid and that obtained 
by the cinchonine are dried in an air bath and then smoked off 
in a 20 c.c. platinum crucible. The heat is then raised to low 
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redness only, and the heating is continued until the residue is 
yellow and free of carbon. This ash is cooled in a desiccator 
and weighed as WOs plus some Fe203, AlzO3, SnO2z, Mn3QOz, 
CaO, Ta20s, Nb2Os, MoO3, CuO, and all of the SiOz. For 
extreme accuracy in silica, the filtrate and washings from the 
tungstic acid should be evaporated again to dryness before adding 
the cinchonine; the residue dissolved as before in hydrochloric 
acid and water; any small insoluble residue of WO3 plus S102 so 
obtained is filtered out; washed; burned with the principal 
precipitate and then the cinchonine solution is added to this 
final filtrate and washings to get the final traces of dissolved 
metatungstates. 

The weighed residue consisting of total WOs plus SiOz plus the 
other oxides mentioned is now evaporated with from five to ten 
drops of cone. sulphuric acid together with 15 c¢.c. of ¢.p. hydro- 
fluoric acid in a muffle furnace lined with } inch asbestos board 
to prevent bits of brick from dropping in the work. The writer 
uses for these evaporations a small reverberatory furnace. The 
gas flame is not allowed to come above the bridge wall. By 
heating in this manner there is never any danger of loss of 
analyses by spattering. (See page 438.) 

The crucible is left in this drying furnace until the heavy 
white fumes of sulphuric anhydride are,no longer given off. 
The crucible is raised to a dull red heat on a Chaddock burner 
and then cooled in a desiccator and weighed again. The dif- 
ference between this weight and the weight of the WOs, etc., 
should equal the silica present in the ore. But if the per cent 
so found should exceed 8 per cent SiOz, then it is safer to repeat 
this evaporation to insure the complete removal of the silica. 
The author has found that this second evaporation, with addi- 
tional sulphuric and hydrofluoric acids, should in no case be 
omitted when the silica content reaches from 30 to 60 per cent as 
it often does in unconcentrated ores and slimes. Titanic oxide 
is frequently present with the WOs, etc., and for this reason 
the sulphuric acid should always be added in at least the quan- 
tity specified to prevent its volatilization as fluoride. 

After weighing the now silica-free WOs, etc., it is fused at a 
bright red heat with twenty times its weight of anhydrous sodium 
carbonate. It is kept molten for twenty minutes. The melt is 
dissolved in hot water in a 100 ¢.c. platinum dish, or if no plati- 
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num is available, then the fusion can be leached in a porcelain 
vessel; do not boil, but warm gently, as otherwise the porcelain 
will be attacked and the accuracy of the analysis will be im- 
paired. 

If the water solution of the sodium carbonate fusion of the 
silica-free WO3 has a greenish tint due to the formation of sodium 
manganate, a few drops of alcohol are added and the solution is 
warmed until this color disappears, the manganese completely 
precipitating as hydrated oxide. A little paper pulp is added; 
the various oxides are filtered out; washed repeatedly to entirely 
remove the sodium salts; ignited at a red heat to remove the 
carbon. If the residue in the crucible sinters on ignition it is 
imperfectly washed and contains sodium salts, and a repetition 
of the fusion, solution and washing is necessary. It is safer 
to fuse the ignited oxides again in any case if their total weight 
exceeds 4 or 5 mgs., as part of this weight is almost certain to 
be WO3. After the second fusion, solution, washing, and ignition, 
the oxides are weighed and their amount is deducted from the 
weight of WOs obtained after expelling the silica. The remain- 
der represents the total WOs plus any aluminum, tin, bismuth, 
molybdenum, copper, tantalum, and niobium that may have 
gone into solution as sodium compounds. To correct for all but 
the molybdenum and copper, the two sets of filtrates obtained 
from the two fusions of the total oxides of WOs, etc. (silica-free), 
with 20 grams of sodium carbonate, are made just acid with HCl; 
then just ammoniacal; add 10 c.c. excess of NH4sOH; heat 
to boiling; remove from fire. Add HCl (1:1) until solution 
is just faintly alkaline. Any Al, Ta, Nb, Sn that have gone 
into the solution in combination with the sodium carbonate and 
would be otherwise counted as WOg3 will now be precipitated. 
Filter off the flocculent precipitate if any (and there nearly 
always is some); wash same eighty times with H2O plus NH4NOs3; 
combine this filter with the doubly fused water insoluble, ignited 
oxides of iron, etc., already mentioned, that should be held for 
this purpose; burn all in a platinum crucible at the lowest heat 
to a constant weight; heat to a fairly bright red toward the 
end; deduct the weight from that of the crude WOs, after the 
silica has been removed from it in the manner already described. 
This weight will constitute the total pure WO3 except that 
carried down by the NH4OH precipitate just described. 
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To obtain this tungsten, fuse this precipitate of Al, Ta, Nb, 
Sn, after weighing it, with NazCO3 in the platinum crucible; 
leach out the fusion with water; make it acid with some excess 
of HCl; heat if necessary; add cinchonine to the clear, or per- 
haps slightly clouded solution; any tungsten in the solution will 
separate out in a few hours. Filter; wash with cinchonine wash; 
ignite and weigh it and add the weight of it to the pure tungsten 
content already found obtaining weight A. 

A further correction must be applied to the tungstic acid 
content A for any Mo or Cu that have gone into the solution of 
the leached carbonate fusion. To make this correction, the 
ammoniacal filtrate from the Al, Ta, Nb, and Sn, ete., is treated 
with 4 grams of tartaric ‘acid to hold back the WO3. It is then 
made faintly acid with HCl and saturated with H2S for one 
hour; filter off any sulphides that are found here; wash sixty 
times with HeS wash, containing two or three drops of HCl; 
burn at the lowest possible heat that will remove the paper, in 
a weighed porcelain crucible. Weigh the ash; extract it with 
HCl (1: 1) for one hour; filter; wash with HCl wash (1 : 20); 
burn the insoluble in the same crucible; weigh the ash and the 
difference in weight between the first ash and the second ash 
equals the Mo or Cu content that has been counted as tungsten; 
subtract this weight from the total pure*tungsten content just 
previously noted (A). This final corrected weight should now 
constitute the total tungsten, free from all impurities and be 
calculated to percentage content of the ore. 

However, there is still a further chance for error. The 
sodium carbonate used may contain enough iron to increase the 
deduction made when the WOs, etc., is fused twice to correct 
for any iron remaining in it after the removal of the silica with 
HF. Therefore blanks for iron should be run on the carbonate 
and the final WOx3 should have an additive correction made to 
it equal to the amount of the Fe2O3 found in as much of the same 
sodium carbonate as was used in the last two fusions. This 
correction will frequently increase the WO3 content in the final 
weight to the extent of 0.2 to 0.3 per cent content of WOs. 
In a 30-ton lot of ore this means considerable in money value. 

This method is applicable to ferberite, wolframite, huebnerite, 
scheelite, cupro-scheelite, lead-tungsten ores, arsenical-tungsten 
ores and tin-tungsten ores. Such ores are on the market and 
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have been for many years that are liable to contain these impur- 
ities. The latter all more or less seriously affect the determination 
of the total exact WOs. The impurities are present in the 
following percentage ranges based on the analysis of ores from 
all parts of the world; China, Japan, South America, Australia, 
Spain, the United States, and Mexico. 

The following shows about the percentage range of these im- 
purities: 


Arsenic from traces to 3.5 per cent 

Lead from traces to 8.0 per cent oxide 
Tin from traces to 15.0 per cent oxide 
Copper from traces to 33-4 per cent oxide 


Bismuth from traces to 2.0 
Phosphorus from traces to 0.5 


THE DETERMINATION OF Lap, ARSENIC, BismurH, CoppPER, 
ANTIMONY, TANTALUM WITH NiospiuM, MOLYBDENUM, AND 
SULPHUR IN TUNGSTEN ORES 


Lead.—Digest 2 grams of the finely ground ore in a 500 c.c. 
cone flask with a mixture of 30 ¢.c. cone. nitric acid and 70 c.c. 
cone. hydrochloric acid, for several hours on a graphite bath 
(see page 100) until the ore is yellow or greenish yellow and all 
brown fumes are gone, adding more of the mixed acids if neces- 
sary. ar 
When no further increase in the yellow color can be detected, 
the contents of the digesting flask are diluted with a mixture 
of two parts of cone. HCl and one part of H20. This strength 
of acid is used to prevent the precipitation of some of the 
lead, along with the tungstic acid in the form of chloride. The 
oxides of tungsten, silicon, etc., are filtered out and washed on 
the filter with one part of conc. HCl diluted with twenty parts 
of water. Give the residue on the filter about fifty washings. 

Add to the filtrate and washings a slight excess of ammonia; 
then acetic acid in excess or about 80 c.c. of the glacial acetic 
acid in all. Pass HeS through the hot acetic solution until any 
precipitate that may form is collected and settles well, when the 
H2S is shut off. Filter off the sulphides, which will contain all 
of the lead, copper, and bismuth, some of the tin and considerable 
_ iron sulphide. Wash the mixed sulphides with HaS water con- 
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taining two drops of cone. HCl in 500 c.c. of water, using a cold 
wash. 

Burn the thoroughly washed precipitate in a porcelain crucible 
by smoking off, raising the heat to low redness only after the 
paper is. entirely charred; moisten the ash when all of the 
char has been burned out with a few drops of cone. nitric acid 
to dissolve any metallic globules or fine gray particles of metallic 
lead or bismuth that may have been reduced from the burning 
of the filter paper. Dry cautiously to remove the excess of acid 
and then again ignite at the lowest red heat. Put the crucible 
and all in a casserole with 100 c.c. of cone. HCl; heat until 
all is dissolved but a little silica from the paper or tin 
oxide. 

Remove the crucible; rinse off the side of the crucible, letting 
the washings run into the solution from which it was taken. 
Add to this HCl solution 50 e.c. of 1:3 HeSO4 and evaporate 
to thick white fumes of sulphuric anhydride; cool; add 100 c.c. 
of water; heat until all but the lead sulphate is dissolved; add 
50 c.c. more of the 1: 3 H2SO4 and again take to thick fumes; 
cool; add 150 c.c. of water; heat as before until all but the lead 
sulphate is in solution; then add 50 c.c. of 95 per cent alcohol 
and let the lead sulphate settle overnight. Filter off the crude 
lead sulphate; wash it with cold water contaiping 5 ¢.c. of cone. 
H2S8O4 per 500 c.c., giving it about forty washings. 

The filtrate from the crude lead sulphate is made slightly 
ammoniacal and then slightly acid with HCl and saturated hot 
with HS to precipitate the main Cu and bismuth. The bismuth 
and copper sulphides are thoroughly washed with H2S water; 
dried in a porcelain crucible; the paper is smoked off; the heat 
is then raised to low red to remove all of the carbon of the filter 
paper; the ash in the crucible, which should be yellowish white, 
especially when hot, is mainly BigzOs, and some metallic bismuth, 
It is evaporated several times to dryness with a few drops of nitric 
acid to convert all of the bismuth to oxide. This oxide will 
be blackened if considerable copper is in the ore or metal. If 
much bismuth and copper are present some of these elements will 
cling to the crude lead sulphate obtained in the manner just de- 
scribed under Lead. The lead sulphate is purified from any 
Bi or Cu still with it by dissolving it in 100 ¢.c. of cone. HCI. 
To this solution 50 ¢.c. of 1 : 3 sulphuric acid are added and all is 
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evaporated to thick white fumes of sulphuric anhydride; cool; 
add 50 ¢.c. of water and 50 ¢.c. more of the dilute sulphuric acid 
and again take to thick fumes; heat with water until all but 
the lead sulphate is dissolved; add alcohol; let stand overnight. 
The lead sulphate is filtered out; washed with sulphuric acid 
water; smoked off in a porcelain crucible; heated at a low red 
until the residue is white; it is evaporated with a few drops of 
nitric acid to convert any metallic lead to oxide. The sulphate 
and oxide mixture is evaporated with a few drops of cone. sul- 
phuric acid to convert the oxide to sulphate. The now pure 
lead sulphate is weighed and calculated to metallic lead by the 
factor 0.6832 if obtained from metallic tungsten. If obtained 
from ore it can be calculated to oxide by multiplying the 
sulphate obtained by the factor 0.7360. 

The filtrate and washings from the pure lead sulphate contain 
the remainder of the copper and bismuth. This filtrate is made 
slightly ammoniacal and then slightly acetic. The copper and 
bismuth, if there be any in this filtrate, are then recovered by 
H2S, as in the main copper and bismuth; filtered out; washed; 
ignited; and combined with the main copper and bismuth obtained 
as already described. The total copper and bismuth can be 
weighed as oxides; dissolved in HCl. The copper can then be 
determined by the cyanide titration; calculated to copper mon- 
oxide and deducted from the weight of the total oxides of copper 
and bismuth. The remainder is calculated to per cent as BigOs 
in the case of ore, or in the case of metal to metallic bismuth by 
the factor 0.8965. 


ANALYSES OF SOME ORES SHOWING RANGE OF ARSENIC, 
COPPER, LEAD, AND BISMUTH THAT ARE LIABLE TO 
BE ENCOUNTERED IN TUNGSTEN ORES 
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RESULTS OBTAINED ON KNOWN MIXTURES 


Leap AppEpD To A TUNGSTEN ORE. BismuTH ADDED TO A TUNGSTEN ORE. 
a ——— : 3 eens —— ir ae 
Added Lead, Found Lead, Bismuth Added, | Found, 
Gram. Gram. Gram. | Gram. 
1. | 
0 050 0 048 0 050 0 052 
0.025 0 025 | 


| | 


Arsenic in Tungsten Ores and Metals.—The following rather 
tedious method is the only one that the author can recommend 
to obtain the total arsenic in tungsten ores. Results by any 
form of distillation method were not at all satisfactory. The 
weighing of the arsenic as phosphate the writer has found to 
be full of sources of error, the tendency being at all times to 
get results that are too low. The distillation method also gave 
low results. The writer bases his method on Bunsen’s scheme 
of weighing the pentasulphide of arsenic. He has found the 
following method adapted to all arsenic determinations from 
traces to the highest percentages, using it to determine the 
arsenic content of mispickel, for example. 

It should be stated that only certain kinds of asbestos can 
be used for the weighing pad, as some kinds,seem to lose weight 
indefinitely, no matter how much they are washed. The analyses 
given on page 110 show the kind of asbestos that can be depended 
upon to give constant, i.e., undiminishing weight after it has 


been once thoroughly washed. The other type keeps dissolving 
away indefinitely. 


ARSENIC 


Five grams of the pulverized ore or metal are extracted in 
a 300 c.c. casserole with a mixture of 100 c.c. of cone. nitric acid 
and 100 ¢c.c. of cone. hydrochloric acid. The digestion is con- 
tinued until the sample is yellow to greenish yellow. This 
extraction should continue for several hours. Then evaporate 
low; add 100 c.c. of cone. HCl and take low again but not to 
dryness. During the evaporations add a few crystals of potas- 
sium or sodiun chlorate at intervals of every half hour. Then 
remove entirely the excess of chlorate and chlorine by taking 
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low once more with 100 ¢.c. of HCl. Filter out the tungsten 
and silica and wash the same with dilute HCl wash water. Add 
100 ¢.c. of HCl to the filtrate and washings and again evapo- 
rate low to insure that all of the free chlorine is perfectly 
removed. If the concentrated solution is not perfectly clear 
on diluting it with water it should be filtered and the filtrate 
and washings must be evaporated to about 10 or 15 ¢.c. Now 
add 100 ¢.c. of HCl and enough water so that the solution 
contains two parts of cone. HCl to one part of water. The beaker 
containing this 2: 1 acid solution is then placed in cold water 
until cold. This strong acid and cold solution is to insure the 
precipitation of the arsenic as the pentasulphide. The strong 
acid will also prevent the co-precipitation of any bismuth, lead, 
tin, and molybdenum that may be present in small amounts. 
Pass H2S through this solution for three hours. Then let it stand 
overnight to insure the complete precipitation of the arsenic. 
This long standing is very necessary, especially if the per cent 
of arsenic is very low. ‘The mixture of arsenic pentasulphide, 
sulphur, and copper sulphide (if any be present) are filtered out 
and washed with one part of conc. HCl! diluted with twenty parts 
of water, saturated with H2S. This will require fifty washings, 
at least. Then wash with cold water to remove the acid. Put 
filter and all in a 100 c.c. beaker and beat it to a fine pulp with 
a glass rod. Then add to this pulp a mixture of twenty parts of 
hydrogen peroxide solution and twenty parts of conc. ammonia; 
stir well and let stand overnight; filter out the pulp, which 
should be now no longer colored yellow with arsenic sulphide; 
wash the pulp with water; neutralize the filtrate and washings 
with HCl, and then add to the neutralized filtrate twice its volume 
of conc. HCl and pass HeS through this strongly acid solution 
until the arsenic separates out as the pentasulphide, which will 
now be free from sulphur. Let stand overnight again, as the 
pentasulphide separates very slowly in the strongly acid solution. 
The arsenic sulphide is now filtered on a washed, dried, and 
weighed long-fiber felt filter, using a porcelain Gooch crucible. 
This filter is dried and weighed at 100° to 104° C. to a constant 
weight. It is important to test the dried and weighed felt by 
pouring through it some 2: 1 HCl. Wash out the acid with water; 
dry and weigh the crucible again at 105° C. The system should 
have the same weight as before within a half milligram. Some 
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asbestos is worthless for this purpose, as it loses weight indefinitely, 
no matter how much it is washed before it is used for a weighing 
pad. The following analyses were made in this laboratory, one 
being of a long-fiber washed asbestos that was satisfactory and 
the other one was from an asbestos that continually lost weight, 
no matter how much it was boiled with aqua regia (twenty-four 
hours). 


Asbestos O. K. for Asbestos that Continually 
Weighing Pads: Lost Weight when 
Washed. Washed with Acid. 
Per Cent. Per Cent. 
Silica tes Ae 57.59 40.08 
ronkoOxidenr eee rie oat, wn 2.40 3.64 
ALIN ape scrsiire aces. Soe eee 0.59 0.75 
TING ere se kee © casks sere 13.89 None 
IMagnestate. caesar cre hers 23.29 41.11 
ignition#ed ee ee 0.84 14.22 


Blanks should be run on the entire operations and the arsenic 
found, if any, deducted. A good way, and indeed the best way, to 
run a blank is to add to a tungsten ore that contains but a small 
per cent of arsenic (less than 0.05 per cent ‘As) a larger known 
amount of arsenic, either as metallic arsenic or the natural sul- 
phide, mispickel, is an excellent source of arsenic. The complete 
analysis of the mineral (get a pure sample from a firm that has a 
reputation for making a specialty of pure mineral specimens) can 
be made as a check on the arsenic determination that one makes 
by the foregoing method. The following is the analysis of a 
sample that the author used: 


FAPSENIC ... e.4t x calsegiti ee ae 45.25 per cent 
SUIT etree oe eet 20.00 per cent 
TT OD coe ke, Sion eee 35.00 per cent 


A weighed amount of this mispickel can be added to the ore 
to be analyzed and then put through all of the operations. . 

From the arsenic found, deduct the arsenic found by the same 
method in the same sample to which no arsenic has been added. 
Now if there be more arsenic found than was added to the ore, 


ARSENIC IN TUNGSTEN ORES Lid 


even after making the deduction just mentioned, then this excess, 
if any, will constitute the true blank to be deducted from all of 
the arsenic determinations made at that time and with the 
same lot of acids or other chemicals. 

If much copper or molybdenum or both are present in the 
ore, then the AseSs precipitate instead of being of a pure lemon 
yellow will be a dirty yellow or brownish, or blackish. In such 
event the arsenic sulphide, etc., should be again dissolved in 
the mixture of hydrogen peroxide and ammonium (cone.) neu- 
tralized, the excess of HCl added and the arsenic again pre- 
cipitated with H2S, saturating the solution in the cold for several 
hours and-so on until the precipitate is obtained of a clear yellow 
color, when it will be fit to weigh as the pure pentasulphide of 
arsenic. If several per cents of copper or molybdenum or both 
are present, a much better way to get a pure yellow arsenic 
pentasulphide is to take the filtrate and washings from the last 
traces of the tungsten after all of the chlorine has all been removed 
as already described, and precipitate it with ammonia. There 
is generally enough iron present to carry out all of the arsenic 
and antimony. This precipitate, which should be red and 
contain fifteen to twenty times as much iron present as the total 
amount of arsenic and antimony present in the sample being 
tested, is dissolved off the filter with hot 1:1 HCl; the filter 
thoroughly washed. The solution and washings will contain 
all of the arsenic and antimony. | It is evaporated to a definite 
volume; twice this volume of conc. HCl is added; the cold 
solution is saturated with H2S; allowed to stand overnight when 
the arsenic pentasulphide is ready to be filtered off; washed 
with 1: 1 HCl; then free of acid with cold water; filter and all 
beaten to a pulp; this mixture of paper pulp, free sulphur, and 
arsenic pentasulphide is treated with a mixture of twenty parts 
of hydrogen peroxide and twenty parts of conc. ammonia; stirred 
well. Filter out the pulp, which should be no longer colored 
yellow with arsenic pentasulphide; wash the pulp thoroughly; 
finish the filtrate and washings for arsenic as already described 
from this point on, weighing the arsenic as As2S; which contains 
48.326 per cent of As. 
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MouysBpEenuM, Iron, MANGANESE, Lime AND MAGNESIA 
IN TUNGSTEN ORES 


The molybdenum is determined by fusion in the same manner 
as described for Mo in metallic tungsten on page 78. 

Iron.—The iron will be mainly in the two filtrates obtained 
from the two evaporations to dryness to obtain the crude WOs, 
ete. The remainder will be with the crude WOs, ete. The latter, 
as has already been described, after being freed from silica (see 
page 72) is fused at a bright red with twenty times its weight 
of anhydrous sodium carbonate; dissolved in water; filtered out; 
washed; weighed; and fused, ete., again. The final double fused 
and weighed ash of iron, ete., will contain all of the iron, lime, 
magnesia, and manganese that escaped decomposition during 
the extractions with HCl and chlorate. This is then brushed 
out into a beaker; the crucible cleaned by warming in it some 
HCl; the residue in the beaker is dissolved also with HCl. The 
cleanings and the solution in the beaker are combined and 
evaporated low; and filtered into the two main filtrates from the 
two evaporations to dryness to obtain the first crude WOs. 
The whole combination will now contain the entire iron, man- 
ganese, lime, and magnesia, and perhaps a milligram or two of 
tungsten in solution. 3 

A double basic acetate precipitation can now be made as 
described on pages 244-245. The iron obtained from the second 
basic acetate precipitation will be free of manganese, lime, and 
magnesia; it can be ignited; dissolved in cone. HCl; evap- 
orated low; water added; heated; filtered; evaporated to 
fumes. with 30 ¢c.c. of 1 : 3 H2SO4; taken up with water and 10 ¢.c. 
more of sulphuric acid and finished for iron by passing it through 
the reductor, in the manner described on page 366. 

' Manganese, Lime, and Magnesia.—The combined filtrates 
from the two basic acetate precipitations of the iron are evap- 
orated low. Do not add any acid during this evaporation. 
If any small amount of red flakes separate out or the solution 
is yellowish, a little iron has gone into solution with the man- 
ganese, ete. Add a faint excess of ammonia. Do not heat, 
but filter out the small precipitate of iron; wash it thoroughly 
with water; dissolve it in a little HCl; wash the filter 
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thoroughly; make a small basic separation of the iron; filter it 
out; wash it with acetate water; combine the filtrate and wash- 
ings with that obtained when the small amount of iron hydroxide 
gotten with ammonia as just described was filtered out and 
washed. This total: of filtrates will contain all of the man- 
ganese, lime, and magnesia, and can be analyzed in the usual 
way for these elements, as described on page 69, beginning at 
the place where the statement is made concerning basic slag 
that ‘““The combined filtrates from the two basic acetate separations 
contain all the Ca, Mg, and Mn in the slag,’”’ under the heading, 
“ Oxides of Mn, Mg, and Ca.” 

The small amount of iron that may be found on evaporating 
’ the main basic acetate filtrates and washings to dryness should 
be added to the main iron just before evaporating it to fumes 
of SOs. 

Tin in Tungsten Ores.—This element is determined in the 
same way as described for tin in metallic tungsten powder. (See 
pages 93 and 94.) 

Sulphur.—Sulphur can be determined by the same methods 
as given for metallic tungsten powder or ferro-tungsten. (See 
pages 76 and 77.) 


CHAPTER IV: 
Part III 


TUNGSTEN, SULPHUR, SILICON, MANGANESE AND PHOSPHORUS 
IN TUNGSTEN STEEL AND CHROME TUNGSTEN STEEL 


First Method for Tungsten in Steel.—If the sample contains 
considerable chromium and tungsten, proceed as follows: Weigh 
from 13 to 2 grams of drillings (see pages 130-131) into 
a No. 5 porcelain evaporating dish. Add slowly to the drill- 
ings, keeping the dish covered with a watch glass, a mixture 
of 30 e.c. cone. hydrochloric acid (1.20 sp. gr.) and 30 ¢.c. cone. 
nitric acid. Mix the two acids thoroughly before applying 
them to the steel if phosphorus is wanted. Heat until action 
ceases, and if the residue in the bottom of the dish is not bright 
yellow, repeat the addition of acid and continue to heat the dish 
until the tungsten residue is a clean yellow. Then remove the 
cover and evaporate the contents of the No. 5 dish to 15 c.e. 
Keep the heat low enough to prevent spattering. Do the evap- 
orating on a graphite or sand bath. A 6-inch * pudding pan 
filled two-thirds full of graphite heated by an ordinary Bunsen 
burner makes a simple contrivance for the evaporations. The 
pan can be set on a tripod or an earthenware flame guard with 
the burner directly under the center of the pan. With such an 
arrangement, a flame an inch long will furnish sufficient heat. 
The guard answers the twofold purpose of supporting the pan 
and shielding the flame from currents of air. The earthenware 
_has the additional advantage of being acid-proof. Add 50 e.e. 
cone. nitric acid. Put the watch glass on the dish and heat 
until action ceases. Remove the cover and evaporate to 15 c.c. 
Again add 50 ¢.c. cone. nitric acid and evaporate to hard dryness. 
Ignite the dish and its contents to a dull red, raising the heat 
slowly to prevent cracking. Set the dish over a bare flame for 
this purpose. The terra cotta flame guard, with the pan removed, 
answers quite well for a support during the ignition. Lower 


* See photo 48, page 488. 
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the flame slowly and set the dish on a warm place, cooling it 
gradually. * 

When the dish is just warm, pour into it 50 c.c. of cone. 
hydrochloric acid. Put the cover on and heat to slow boiling. 
Continue to boil until the residue in the bottom of the dish 
is bright yellow. Then remove the lid and evaporate to 15 c.e. 
Cool, and add 30 c.c. distilled water and ashless paper pulp. 
Filter on a-double 11 em. ashless filter (a double filter will run 
faster than a single one); wash with 1: 20 hydrochloric acid 
until the washings give no test for iron with potassium or ammo- 
nium sulphocyanate. Return the filtrate and washings to the 
No. 5 dish for concentration. 

Silicon.—Roast the paper out of the residue of tungstic and 
silicic acids in a weighed 20 ¢.c. platinum crucible. Do not heat 
tungstic acid to a bright red, as it slowly sublimes at high tempera- 
ture. When the ash is bright yellow, free from black, cool in a 
desiccator and weigh. This weight will consist of mainly tungstic 
acid and silica contaminated with a small quantity of oxides 
of iron, and chromium, also, if the latter element be present. 
Add three drops of 1 : 3 sulphuric acid to the residue, and fill 
the crucible two-thirds full with ¢.p. hydrofluoric acid. Evap- 
orate in a good draught to moist dryness. Drive off the sul- 
phurie acid by heating the crucible near the top. When all heavy 
fumes are gone, heat to low red and weigh as WOs3+Fe203 
+Cr203. The difference between this weight and the first 
weight is the silica which has been volatilized. This loss of 
weight multiplied by 46.93 and divided by the weight of sample 
taken, equals the per cent silicon present in the steel. In the 
meantime the filtrate and washings from the first filtration should 
be evaporating until a slight ring of basic iron forms on the dish 
around the margin of the fluid. This ring dissolves rather 
slowly when the dish is rocked backwards and forwards. In 
other words, leave only enough acid to keep the iron in solution. 
(However, care must be taken not to overdo the removal of 
the excess of acid, as basic iron may separate in the solution 
when it is heated for the precipitation of phosphorus.) Add 
20 c.c. of water; filter through a 9 cm. ashless filter into a 150 c.c. 
beaker. Wash the residue on the filter until all yellow color 

*It is much better to perform this ignition at a dull red heat, in an elec- 
tric muffle. This prevents cracking of dishes and insures even heating. 
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due to chloride of iron is gone. About fifteen washings should 
suffice. Wash every other time with 1: 20 hydrochloric acid. 
If the volume of the filtrate and washings is over 50 c.c. reduce 
to that amount by evaporation. The filter at this point may 
be tinged slightly yellow with tungstic acid. It should be saved 
in that case and burned off with the main tungsten residue. 
The filtrate and washings, especially in very low percentages, 
i.e., when only a few tenths of a per cent of tungsten are present, 
are liable to contain tungsten in solution even after all of the 
foregoing operations. To guard against this it is safer to divide 
this filtrate and washings into two equal parts. Finish one part 
for phosphorus, multiplying the result by two before calculating 
to percentage. The other half of the filtrate and washings can be 
treated with cinchonine solution to make sure of getting all of the 
tungsten. This part should be allowed to stand several hours to 
permit any tungsten present to separate out. It is then filtered 
out; washed with cinchonine wash, 9 per cent (5 ¢.c. of cinchonine 
solution in 500 c.e. of water), ignited and weighed and twice its 
weight added to the main tungsten oxide weight before cal- 
culating it to percentage of metallic tungsten. For the deter- 
mination of tungsten in the presence of molybdenum (see pages 
156-158.) 

Phosphorus.—The other half. of the divided filtrate is finished 
for phosphorus by evaporating it to 15 e. ¢. “with 50 ¢.e. of cone. 
nitric acid. Dothistwice. Finish for phosphorus as in vanadium 
steels. See pages 41-44. 

Tungsten.—The total residue in the crucible remaining after 
the removal of the silicon with HF and a few drops of HeSO4 
ignition and weighing, constitutes the tungsten oxide plus small 
quantities of iron and chromium oxides is weighed again. If 
the original tungstic acid was thoroughly clean and yellow before 
the first evaporation to 15 ¢.c., then the amount of chromium 
oxide is negligible. 

The WO3+Fe203+Cr2O03 residue is fused with 5 grams of 
carbonate of soda. The melt is dissolved with hot water. The 
small residue of iron is filtered out and washed free of carbonate. 
It is burned to a red flake in the same crucible, which mean- 
while has been thoroughly rinsed free of carbonate with dis- 
tilled water. The residue is weighed and its weight deducted 
from the weight of the WOs3+Fe203+Cr2O3. 
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If the filtrate from the carbonate fusion is quite yellow, make 
it acid with sulphuric acid, boil with a slight excess of perman- 
ganate, and determine the chromium as in steels.* Calculate 
the milligrams of chromium found to chromic oxide, and deduct 
it from the WO3+Cr203. The remainder is the tungsten oxide, 
which multiplied by 79.31 and divided by the weight taken for 
analysis gives the percentage of tungsten. If the filtrate from the 
sodium carbonate fusion is only slightly yellow, the chromium 
may be ignored in the calculations. 

(A) A good way to remove oxides of silicon, iron ¢ and 
chromium from the tungstic oxide is to fuse with 5 grams of 
potassium ~bisulphate. This fusion can be made quickly. Heat 
the crucible at first to a very low heat, below redness, until the 
bisulphate is molten and slight fumes of sulphuric anhydride 
appear. Then raise the heat carefully to low redness. Keep 
the lid on the crucible, raising it only slightly to observe the 
progress of the fusion. When redness has been reached and 
all danger of spattering is over, raise the lid, and if the contents 
of the crucible are in a state of transparent fusion, with no yellow 
specks left undissolved, the fusion is completed. One can see 
the bottom of the crucible through the transparent molten mass, 
and, if only pure white flakes of silicic acid are floating about, 
the melt is perfect. Cool. Dissolve in 10 grams of ammonium 
carbonate and 100 c.c. of water, placing the crucible in the 
ammonium carbonate solution contained in a small casserole. 
Warm the casserole slightly to hasten matters. Keep it covered 
with a watch glass to prevent loss during heating. (Use a 
casserole if a platinum dish cannot be had.) Filter, adding a 
little paper pulp. Wash with water containing ammonium 
carbonate until the washings are no longer milky when acidu- 
lated with a few drops of hydrochloric acid and tested with 
barium chloride. Then wash ten times more. Ignite and 
weigh in the same crucible, and deduct the residue, which con- 
sists of all of the SiOe, Cr203, and Fe2O03, from the WQOs, etc., 
and calculate to percentage. The residue of SiOz, if not pure 
white, is evaporated with hydrofluoric and sulphuric acid in 
the usual way, and the loss of weight constitutes the silicon 


* Or determine the chromium by color, page 11. 
+ See bottom of page 104 relative to iron in sodium carbonate used to make 


_ the fusion for the removal of the iron. 
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present in the steel when multiplied by 46.93 and divided by 
the weight taken for analysis. 

* The sulphur in such steels can be obtained by fusing 2 grams 
of thin drillings with 20 grams of sodium carbonate and 5 grams 
of potassium nitrate. Dissolye in water, filter, wash, roast, fuse 
again, acidulate with HCl, evaporate combined filtrates to 
dryness twice, filter after each evaporation, washing with 1 : 20 
HCl; add cinchonine solution, filter after two hours; pre- 
cipitate the filtrate with barium chloride and finish as in 
gravimetric sulphur in steels. Make blank determination on 
like amount of the flux and acids, proceeding exactly as in 
actual analysis, and deduct the sulphur found from that found in 
the fusion of the steel. Multiply the weight of barium sulphate 
less that found in the blank by 13.73, and divide by the weight 
of sample taken for analysis to obtain the per cent of sulphur. 

Manganese.—Proceed as for manganese in steel when chro- 
mium is present, digesting the sample thoroughly with the mixture 
of acids as given. (See pages 32-33.) 


Tue IGNITION OF EVAPORATING-DISHES AT A DuLL Rep Heat 
IN THE DETERMINATION OF SILICON AND TUNGSTEN IN STEELS, 
Usine AN Exvectric Murrur FURNACE 


ee 

By far the best way to perform these ignitions, at a low red 

heat, is to use an electric muffle furnace. In this way the dish is 

heated uniformly and gradually all over. Also several ignitions 
can be carried out at the same time. By putting a fireproof mark 
on each dish and carefully wiping all dust, etc., from the sur- 
faces of the different dishes, the latter can be put in the muffle 
in nest style. Dishes heated in a muffle are seldom cracked. 
In November, 1915, the writer published the following type of 
electric muffle for this and other ignition purposes, and a portable 
rheostat to control its temperature obtaining any heat from 
below redness to 1000° C. (See pages 119-121.) 

A New Type of Portable Laboratory Rheostat.—Photo No. 3 
shows the rheostat designed by the author with a view to making 
repairs more easy and to have a piece of apparatus with sufficient 
capacity to fill the needs of most laboratories. It consists of 


* Read pages 121-122 on sulphur in chrome-tungsten-vanadium steels, 
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twenty-one coils of nichrome wire giving a total resistance of 
30 ohms and a maximum capacity of 14 amperes. It can be 
used either on the furnace shown in Photo No. 3, at 16, or with 


Puoto No. 4. 


the large one given in Photo No. 4. It holds the large furnace 
in Photo No. 4 for any length of time at any temperature from 


200° C. up to 1000° C. 
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The rheostat occupies but a few inches of table width and 
can be set behind the other apparatus. Repairs are easily made 
and the white board of hard asbestos board gives a cheerful 
effect. If desired, two such rheostats can be bolted together, 
making a double instrument. The rheostat is practically inde- 
structible so long as its capacity is not exceeded, as there is 
nothing about its design to get out of repair. In Photo No. 3, 15 is 
the front and 14 the back view showing details of construction. 

A New Rectangular Laboratory Electric Muffle Furnace with 
Solid Heat Insulation Case.—The furnace shown in Photo No: 4 
is in principle just the same as the cylindrical furnace described in 
Photo No. 3, No. 16. A white solid case of kieselguhr surrounds 
the heating element and working muffle which has an available 
working space of 1135 X7 inches. This is ample for most 
laboratories. To control the temperature of the furnace the 
_ rheostat shown in Photo No. 3 is used and by means of it any 
desired temperature can be maintained for hours at a time up 
to 1000° C. The author keeps three furnaces of this size in 
constant service. 

On account of the simplicity of construction, the repairs can 
be easily made and, as no insulating powder is used, the furnace 
is free from powder falling out into the working chamber. With 
the absence of the heat insulating powder the repairs are much 
simplified. The whole furnace is supported and enclosed in a 
stout, soft steel frame, which makes it very rigid. 

The white casing makes an attractive looking piece of appara- 
tus. The interior muffle on which the wire is wound is of a 
special composition which is now being tested out. This same 
composition used in combustion boats made the remarkable run 
cf 525 steel combustions per boat with the test boats still in 
commission but considerably worse for wear. It is highly 
probably that the muffle will be equally superior to the old 
mixture for cylindrical core muffles. 

The scheme is to keep these working muffles already prepared 
with the heating wire cemented on them ready for use so that 
repairs can be quickly made. As the furnace consists of but 
three parts its construction is considerably cheaper than that of 
the old types, besides having the advantages already men- 
tioned. <A slow stream of air from the compressed-air line is 
passed through the furnace during ignition of silicons or graphites. 
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The door opens horizontally: the author has found this 
arrangement to be much more desirable than the vertically 
opening door used in some of the old types. 


THE GRAVIMETRIC DETERMINATION OF SULPHUR IN CHROMIUM- 
VANADIUM STEEL WITHOUT A FUSION 


Dissolve 4 or 5 grams of drillings in 200 c.c. of cone. nitric 
acid mixed with 100 ¢.c. of cone. hydrochloric acid. Mix the 
acids and let the mixture stand until it turns red, before putting 
it in the steel. Use an 800 c.c. beaker. After the action is 
over place the beaker on a graphite bath (see page 488) and heat 
without boiling. Stir the residue off the bottom of the beaker 
at intervals of a half hour. If, after an hour and a half of this 
digestion with the mixture of acids, the residue on the bottom 
of the beaker is not a clean yellow but still looks dark, especially 
in the layer touching the bottom of the beaker next to the glass, 
then a fresh mixture of equal quantity should be poured into the 
beaker and the stirring and digestion continued until the entire 
insoluble portion is a clear, bright yellow, putting in a third 
mixture if necessary. The decomposition having been effected, 
the contents of the beaker are transferred to a 600 c.c. casserole 
and evaporated on the graphite. Before the transfer to the 
casserole is made, 2 grams of sodium carbonate are added to the 
solution and stirred in well. Evaporate to dryness. Cool; 
add 100 c.c. of cone. HCI; cover; heat until all but the yellow 
residue of tungstic acid is in solution; evaporate again to dryness; 
dissolve as before with 50 c.c. of HCl and evaporate to 20 c.c. 
Add to the cool solution, 150 ¢.c. of water; heat and stir; add 
paper pulp and filter; wash with 1:40 HCl; add 20 c.c. of 
cinchonine solution and let stand for several hours, preferably 
until the next day, to remove the last traces of metatungstic 
acid; filter; wash with cinchonine water (5 c.c. of cinchonine 
solution to 500 c.c. of water) twenty times. Heat the filtrate 
and washings to boiling and precipitate the sulphuric acid formed 
with 25 c.c. of a saturated solution of barium chloride and finish 
the determination as in plain steels, page 335. This method is of 
course applicable to plain chromium steels and nickel-chromium 
steels which give low results with the ordinary evolution method as 
given for plain steels, when several per cents of either or both 
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of these elements are present. The cinchonine solution referred 
to is given on page 131. Run blanks, repeating every operation, 
and deduct the sulphur so found. 


Tue DETERMINATION OF SULPHUR IN ALLOY STEELS, FERRO- 
ALLOYS, ORES, AND OTHER SUBSTANCES BY HEATING TO 
Briagut Repness, oR HigHer, THE FINELY POWDERED 
Bopy or Very THIN DRILLINGS, IN A STREAM OF HYDROGEN 
SATURATED WITH ACID 


In 1909 the author of this book, see pages 49 and 177 of the 
first edition, called attention tothe fact that only a portion of 
the sulphur is obtained by the evolution as ordinarily applied 
to plain carbon steels. In some highly alloyed steels, notably 
the chrome-tungsten steels, as little as one-twenty-fifth of the 
true sulphur is so found. The author had an experimental steel 
containing 0.250 per cent sulphur that showed but 0.010 per cent 
sulphur by the ordinary evolution method as given for plain 
carbon steels. This steel contained about 3 per cent chromium 
and 17 per cent tungsten and 0.49 per cent carbon. 

The writer tried many schemes to overcome the failure of 
the evolution methods with no particular suecess until the 
autumn of 1911, when the following plan was worked out, which 
gives practically all of the sulphur by evolution as hydrogen 
sulphide. 

It was while making some experiments for the determination 
of oxygen in metallic tungsten powder, that Mr. 8S. J. Lubowsky 
called the author’s attention to the fact that hydrogen sulphide 
was being generated in the operation. He suggested that we 
might take advantage of the fact to determine the sulphur in our 
tungsten products. Acting on this suggestion, the author had 
him make a series of tests but it was found that only a small 
part of the sulphur known to be present was evolved, and that 
very slowly. After thinking the matter over, the author finally 
came to the conclusion that hydrochloric acid from the generator 
was also being carried by the hydrogen through the apparatus and 
that it must be a necessary part of the reaction. The apparatus 
was then so arranged that the H passed through a bubble 
tube containing HCl before it entered the furnace. An imme- 
diate speeding up of the evolution of the H2S was noted and 
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the full amount of sulphur was obtained on the sample of tungsten 
being tested. It soon occurred to the author that all of the 
sulphur in barium sulphate could be obtained by the reaction, 


BaSO4+2HCl1+8H = BaClz+4H20+H28. 


This was speedily demonstrated. The HsS began to appear 
in the cadmium chloride solution when the electric. furnace had 
heated the tube containing barium salt to near a yellow heat. 
The author decided to use pure barium sulphate to standardize 
the iodine for titration of the H2S. Practically the theoretical 
number of c.c. of the standard iodine were required, as will be 
shown. The same was found to be true of sodium sulphate: 


Naz2SO4+2HCl+48H = 2NaCl+4H20+H28. 


After some years’ use of this method the following are the routine 
details for sulphur in steels containing much tungsten, or other 
alloys, ete. 

Method.—From 0.100 to 1.000 gram is taken for analysis, 
depending on the sulphur content. A good rule is not to weigh 
more of the sample than will yield enough H2S to consume 50 c.c. 
of the iodine standard. The sample should be finely divided, 
the finer the better. It should be spread out in as thin a layer 
as possible in the combustion boat. The boat should be located 
in the hottest part of the “combustion tube.”’ When alloy or 
other steels are being run, 1 gram of drillings is weighed. The 
-drillings or millings should not be over 60 mesh, or else should 
be thin curly drillings. 

The sample is shoved into tube 5, Photo No. 5, page 124. 
The stopper at 5 is pierced with a five-sixteenths inch diameter 
quartz delivery tube that extends into the tube 5 to about the 
center and ends directly over the middle of the boat. This brings 
the acid and hydrogen directly to the sample and speeds up the 
reaction. (See drawing No. 3.) The combustion tube is sup- 
ported in a slanting position to drain off any condensed moisture 
or acid toward the outlet end at 7. If this is not slanted in this 
manner the tube is liable to be cracked by moisture getting into 
the hot part. (See photo No. 5.) 
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The outlet end, being tapered, has no rubber stopper at 7, 
so that the bubble tube 8 is connected with the outlet of the 
evolution tube with a short piece of rubber tubing. A rubber 


Puoto No. 5. 


stopper at this point is unsatisfactory, and* practically out of 
the question, as it gives more or less sulphur. It was found 
important to avoid all cooling at the outlet, as low results were 
obtained when the outlet end was kept cold with wet wrappings. 


Me O.D. Quartz Tube 


No.3 Rubber Stopper 


Rubber Tubing 
1x aa" Boat 
Quartz Tube or Tube NX . 3 
A ; : pparatus for Evolving Sulphur in the 
of Special Composition , Form of H2S from Baviam Sulphate, 


Calcium Sulphate, Sodium Sulphate, 
and other Substances. 


Drawine No. 8. 


For this reason this end is allowed to get quite warm, but not 
hot enough to cause the rubber tube connecting with 8 to give 
up sulphur in the form of H2S. All cooling devices must be 
omitted from 7 and are not needed at 5, unless a quartz tube 


‘9 ‘ON OLOHG 


lew 
=) 
en 
Oy 
4 
=) 
RM 
fa 
e) 
cd 
Q 
fe) 
a 
‘= 
= 
= 
a 
ea) 
5 
H 
H 
fe) 
a) 


126 THE ANALYSIS OF TUNGSTEN STEEL 


is used, as the special composition tube conducts heat very much 
less than the quartz. 

The Kipp 1 contains the stick zinc, and 1:1 HCl. It isa 
2 liter size. It is desirable to run two determinations at a time. 
The two furnaces are placed in parallel by distributing the 
hydrogen to both furnaces by means of a Y connection at 4. 
Photo No. 6 shows two determinations being run in two of the 
author’s type of electric furnaces which he published several 
years ago in the Met. and Chem. Eng. It will be noted that 
it was necessary to have wet wrappings at the inlet ends of the 
tubes as quartz tubes were used at that time, 2 in Photo No. 5 
is filled with stick KOH. 3 in Photo No. 5 contains a saturated 
solution of mercuric chloride to absorb any H2S coming from 
the zinc, or tubing. It is filled with the mercury salt solution 
to the depth of about 1 inch; 4 contains a 1} inch layer of HCl 
of 2:1 strength, i.e., two parts of acid to one part of water. 
The purpose of this tube is to saturate the hydrogen with HCl 
before it enters the combustion tube at 5, Photo No. 5. ‘The 
tube 4 should be refilled with fresh acid about every other time 
it is used. The tube 8 is empty and is used as a trap to catch 
any water or acid that distills over from 7. The 10X1 inch tube 
9 contains the absorbing solution of the cadmium chloride, being 
of the same strength and amount as is used in the ordinary 
evolution method described on page 335 for the determination 
of sulphur in plain steel. 

As stated, the finely powdered sample in the boat is shoved 
into 5, which should be nearly cold, or at least not hot enough 
cause to the hydrogen to explode. The boat is pushed into the 
hottest part of the tube at 6 in Photo No. 5. The furnace is 
of the same type as is used for carbon determinations. 

When the tube is in place the stopper is inserted tightly into 
5 and the stream of hydrogen is started through the apparatus. 
The hydrogen is passed through the tube for about twenty 
minutes to expel all air. The current is then turned on and 
the furnace is brought up to a yellow heat as quickly as possible. 
After the furnace has attained a yellow heat, the hydrogen is 
passed for an hour longer. With hydrogen still passing, the 
rubber connection is closed with a pinchcock just in front of 7. 
The first tube at 9 containing the bulk of the sulphur is removed 
and a similar tube is connected containing a fresh char ge of 
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the ammoniacal solution of cadmium chloride. If the conditions 
are observed, as given, as a rule but very little sulphide forms 
in the second tube at 9. But a third tube should be put in to 
make sure all of the sulphur has been evolved, especially when 
dealing with unusually high sulphurs or some substance like 
ferro-vanadium which yields all of its’sulphur only after some 
hours’ heating. 

The contents of the various absorption tubes are poured 
through the same filter, beginning with the tube containing the least 
sulphide. The sulphur determination is then finished by iodine 
titration exactly as described for plain steels on pages 330-335. 

Standardization of the Apparatus and the Iodine Solution 
with Barium Sulphate—The author decided that the best 
standardization medium would be ec.p. barium sulphate, and 
found that this salt is ideal for this work as its sulphur is readily 
converted under the conditions to hydrogen sulphide. The 
freshly ignited salt is weighed into a boat and shoved into the 
cold evolution tube and the process is then carried out as already 
outlined. The cadmium sulphide so obtained is titrated to get 
the sulphur value of the iodine standard. For the standardiza- 
tion it is convenient to weigh 0.020 gram of the barium. sul- 
phate. A blank is also put through. As a check standardization, 
one can use 0.010 gram of the BaSO4. The blank is deducted 
and the number of c.c. of the iodine required to combine with 
hydrogen sulphide evolved from the barium salt is divided 
into the sulphur content of the barium sulphate used. For 
example, suppose it is found that a blank determination put 
through every operation consumed 1.8 c¢.c. of iodine and that 
0.020 gram of the sulphate produced enough sulphide to con- 
sume 24.4 ¢.c. Then since barium sulphate contains 13.73 per 
cent sulphur, 0.02X00.1373 divided by 22.6 equals 0.000121, 
or 1 c.c. of the standard iodine equals 0.000121 gram of sulphur 
under the conditions as given. 

Theoretically, a standard iodine containing 1 milligram of 
iodine per c.c. should be equivalent to 0.000126 gram of sulphur 
per c.c. of the iodine solution: 


CdS+2HCl=CdCle+H28S, 
H2S+12=2HI-+8. 
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Therefore, 1 gram iodine=*, or ee or 0.126 gram of 
sulphur. 

The following table: gives results obtained on various sub- 
stances by fusion with carbonate of sodium and niter, or by 
fusion with a mixture of sodium carbonate and sodium peroxide 
followed by solution in water and acid; evaporation; filtration 
and final precipitation with barium chloride, weighing the barium 
sulphate so found, being the gravimetric results. The same sample 
was also analyzed for its sulphur content by the evolution at a 
yellow heat in an atmosphere of hydrogen and HCl. 


Result Obtained Result by 
Sample. by Hot Tube Gravimetric Kind of Material. 
Evolution. Method. 
Per Cent 8. Per Cent 8S. 
H. 8. steel bot. on the 0.076 { 18 per cent W 
open market....... 0.076 5 per cent Cr 
“D—” H.S. steel.... 0.085 0.083 High in Cr and W 
Nom 50 1a Smaereer ere 0.069 0.064 | Highin Crand W 
INOMSS2cLl aS eee 0.032 0.028 | High in Cr,W and V 
U.S. Govt. H. 8S. std. | 
No. 31 of 0.019% S. 0.020 0.020 High in Cr and W 
Rex tA Ae ae ae arses a 0.029 0.030 | HighinCr, W,and V 
W. YT. experimental Pa 
SheclueateeMeLanas Oe 0.258 0.265 High in Cr and V 
Tungsten powder..... 0.011 Trace Tungstateo! calcium 
DScheelitece. eae ex: 0.320 0.34 Portuguese 
Wolframite.......... 0.406 (with lime) 0.459 
Wolframite, D. C. N.Z.| 0.718 (with lime) 0.716 
“P—” ferro-vanadium| 0.150 (with lime) 0.148 
Sodium sulphate...... 22.64 22.56 (theo- 
retical) 
Vanadate of iron..... 0.275 (with lime) ; 0.284 
Sodium uranate...... 0.094 (with silica) 0.093 
English ball clay...... 0.065 0.065 
Scheelite concentrates.| 0.996 (with lime) 0.891 | Tungstateofcalcium 
New Jersey saggar clay| 0.123 (with lime) 0.1383 
Metallic tungsten pow 
der lot No. 1002.... Pe OROOG, 0.008 
Ferro-molybdenum... . 0.030 0.025 
Ferro-molybdenum. .. 1.80 1.82 
Ferro-tungsten....... 0.175 0.180 
| 
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It is to be noted that those samples marked (with lime) 
were mixed with quicklime before reducing. If this precaution 
is omitted the results are far below the gravimetric figures. 
Also that ferro-vanadium gives up its sulphur very slowly, some- 
times requiring as much as twenty hours before all of the sulphur 
is evolved. Sodium uranate must be:mixed with considerable 
precipitated silica, or it will be exceedingly corrosive in its action 
on tubes and boats. Again, the method is not applicable as 
yet to arsenic sulphide, as much of the latter, probably all of it 
simply distills over undecomposed. Also some clays do not 
yield all of the sulphur for some reason not yet determined, 
but.in spite of this fact the method is exceedingly valuable for 
approximate sulphur on all clays that the writer has tested, 
giving a quick commercial method for grading clays according 
to high or low sulphur rating. 

The method is entirely accurate for all alloy te tungsten 
compounds, and molybdenum compounds and _ferro-molybde- 
num and ferro-tungsten that the writer has thus far tested. 
He relies entirely on the method for these substances. Two 
or three hours being all the time required to evolve the entire 
sulphur. The work requires very little of the operator’s time 
during the period of the evolution. The apparatus is inspected 
once an hour when a fresh absorption tube is set in place. 


————__ 


CHAPTER IV 


Part IV 


ANALYSIS OF LOW PER CENT TUNGSTEN STEELS 


WHEN tungsten, phosphorus, and silicon are wanted in steels 
that contain from 3.0 to 3.5 per cent tungsten and less than 1 
per cent chromium, dissolve 3 grams in 60 ¢.c. of 1.20 nitric acid 
in a No. 5 dish. Evaporate to dryness. Ignite to dull red. 
Cool and dissolve in concentrated hydrochloric acid, and finish 
as given under the analysis of high chromium-tungsten steels 
when silicon and phosphorus are wanted. 


ANALYSIS OF ALL TUNGSTEN AND CHROME STEELS WHEN 
CHROMIUM AND TUNGSTEN, ONLY, ARE ASKED FOR 


Third Method for Tungsten in Steel.—Dissolve 2 grams of 
sample in 30 ¢.c. 1:3 sulphuric acid. Heat until all action is 
over. Add 60 c.c. 1.20 nitric acid and'‘digest at just below 
boiling until the residue in the 400 c.c. beaker is a clear yellow free 
of black particles. Dilute to 200 ¢.c. with water, and boil for 
twenty minutes. Add some paper pulp, filter out the main 
tungsten, and wash it free of iron test with dilute sulphuric 
acid. Dilute the filtrate to 500 ¢.c. and mix. From this solution 
fill a 250 c.c. flask to the mark. 

First Portion—Precipitate the remaining tungstic acid from 
this portion with cinchonine. Wash it free of iron-test with 
water containing cinchonine solution. Ignite it. Weigh and 
evaporate the weighed iesidue with a few drops of H2SO4 and 
about 10 ¢.c. of HF in the manner described on page 115, obtain- 
ing the tungsten in this portion as described. Multiply this 
portion of the tungsten by two and add this weight to that 
gotten from the main tungsten after it is purified. This main 
tungstic acid is ignited, weighed, the silica is removed by evap- 
oration with a few drops of HeSO4 and 10 cc. of HF. It is 
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ignited at a low red and weighed again. Fuse it with twenty 
times its weight of sodium carbonate at a bright red heat ; 
dissolve the fusion out in water; wash the insoluble thoroughly 
with water; ignite the residue on the filter until nothing remains 
but a brown residue; weigh this; deduct the weight from the 
silica-free weight of the main tungstic acid; to this remainder 
add twice the weight of the purified tungsten oxide obtained 
by cinchonine. This last total constitutes the total WO3 which 
is converted to metallic tungsten by the factor .7931. 

Second Portion.—Finish this for chromium as given under 
determination of chromium in chromium-vanadium steel, pages 
5 and 10. - If the chemist prefers to obtain the chromium by a 
separate analysis, he can get the total tungsten by one opera- 
tion. The entire filtrate from the main tungsten residue is 
precipitated, without dividing it, by cinchonine. This _pre- 
cipitate is burned off with the main residue. The combined 
residues which constitute the total tungsten from 2 grams of 
sample are then freed from impurities in the usual way with 
bisulphate or sodium carbonate, and the total weight of pure 
WOsz is multiplied by 79.31 and divided by the weight taken 
for analysis to obtain the per cent of tungsten. If the iron 
oxide is removed by sodium carbonate the silica is first removed 
by evaporation with hydrofluoric acid and sulphuric acid as 
given on page 115. The residue remaining after evaporation is 
ignited, weighed, and then the iron is removed by the carbonate 
fusion. 

Cinchonine Solution.—Dissolve 25 grams of cinchonine in 
200 e.c. of 1 : 1 hydrochloric acid. 

Cinchonine precipitates tungsten almost instantly from 
moderately acid hydrochloric solution. It precipitates molyb- 
denum after considerable lapse of time, and then only partially. 
At least, the above statement regarding molybdenum is correct 
if the attempt is made in the manner as given for tungsten. 
This constitutes a distinct difference between these two elements. 


ANALYSIS OF CHROME-TUNGSTEN-VANADIUM STEELS FOR 
CHROMIUM AND VANADIUM 


These elements are determined as in chrome-vanadium steels, 
boiling with sufficient excess of permanganate so that the tung- 
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sten residue looks brown from manganese oxide after twenty 
minutes’ boiling. Filter on asbestos, or through a porous 
crucible and finish as usual. (See pages 5 and 10.) 


Tur ANALYSIS OF CRUCIBLE SLAG FROM TUNGSTEN- 
VANADIUM-CHROMIUM STEEL 


Tungsten Oxide and Silica.—Fuse 1 gram of the finely ground 
slag with a mixture of 10 grams of sodium carbonate and 2 grams 
of potassium nitrate in a platinum crucible. Dissolve the melt 
in a platinum dish in water and transfer the solution and the 
insoluble matter to a 600 ¢.c. casserole; acidulate with an excess 
of HCl, about 75 c.c.; heat with the cover on until all effer- 
vescence is over, and evaporate to dryness on the graphite; 
heat with 30 ¢e.c. of cone. HCl to dissolve the iron; then with 
150 c.c. of water to dissolve the sodium salt; cool; add paper 
pulp; filter; wash with 1:40 HCl until free of iron test; hold 
this residue (A), as the main silicic and tungstic acids; the fil- 
trate and washings from A are again evaporated to dryness; 
dissolved; filtered and washed as above; and the residue on 
the filter is designated as B. The filtrate and washings from 
B may still contain a little sodium metatungstate which is 
recovered by adding to the said filtrate and washings 10 c.c. of 
cinchonine solution; and, after stirrmg the same well, at least 
four hours are allowed to elapse before the tungsten cinchonate 
(C) is filtered out; washed with cinchonine water and burned 
off with B and A. The ash from A, B, and C contains all of the 
tungsten and silica. The latter is removed by evaporation 
with 15 ¢.c. of HF and 10 drops of cone. H2SO,4 and ignition at 
a low red heat. The difference between the weight of the ash 
from A, B, C, before this evaporation and its weight after the 
evaporation and ignition, is calculated to percentage of SiQs. 
The residue remaining after the evaporation with HF, etc., is 
fused with about twenty times its weight of sodium carbonate 
at a bright red heat for a half hour, or until all bubbling of CO2 
is over; is dissolved in water; the insoluble residue is filtered 
out; thoroughly washed free of salt; ignited; weighed; and de- 
ducted from the silica free weight of A, B, C. The remainder 
so obtained is figured to percentage of WO3. 
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Oxides of Calcium, Magnesium, Manganese, and Iron.— 
Fuse 1 gram of the slag as above and proceed as directed up to 
the point where the filtrate and washings from B are obtained 
which will contain all of the Ca, Mg, Fe, and Mn except a small 
amount remaining with the A and B. Fuse the ash from A and 
B with sodium carbonate as above, obtaining the water-insol- 
uble residue which, after being thoroughly washed, is dissolved 
in HCl and added to the main filtrate from B. A double basic 
acetate separation of the iron from the manganese in this main 
filtrate is made as directed on pages 244 and 245. On the filter, 
after the second basic acetate separation, will be the iron, chro- 
mium, and’ aluminum, and some V. In the combined filtrates 
from the two basic acetate separations will be the manganese, 
calcium, and magnesium, which are separated and determined 
in the manner as given on page 135. Call the combined fil- 
trates “X.” 

The acetates of iron, chromium, aluminum, titanium and _ part 
of the vanadium, if present, are ignited and weighed at constant 
weight as Fe2Oz plus AlzOs plus Cr2O3 plus TiO2 plus some V20s. 
These oxides are fused with twenty times their weight of sodium 
carbonate intimately ground with twice their weight of potassium 
nitrate to render the mixture of oxides soluble in acid. After 
keeping the melt in a molten condition for fifteen minutes, it is 
cooled and dissolved in water and acidulated with an excess of 
HCl; heated in the porcelain dish. (to which the water solution 
of the fusion is transferred before the acidulation is made), until 
all effervescence is: over; the cover is removed; more acid is 
added, if necessary, and all is concentrated until a complete 
solution of the oxides is effected. The solution is then diluted in 
a volumetric flask to 500 c.c. and 250 c.c. are converted into 
nitrates by evaporating twice to 20 ¢.c. with 50 c.c. additions 
of cone. nitric acid. This nitric solution is analyzed for vanadium 
as in ferro-vanadium; the vanadium found is calculated to V20s, 
multiplied by two and deducted from the total weight of the 
Fe203 plus AlsO3 plus Cr2Os, etc., above mentioned. The other 
250 c.c. are transferred to a liter boiling flask and peroxidized 
to remove the chromium and any vanadium in the manner 
-‘described on page 179, until a filtrate is gotten that is free from 
any yellow color of chromium. The residue remaining on the 
filter after the final peroxidation will contain all of the iron 
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except a film of the latter remaining in the peroxidation flask. 
The iron on the filter is dissolved off with 1: 1 HCl and is com- 
bined with the small portion recovered from the flask by warming 
in it some 1:1 HCl. This total iron is free of chromium and 
vanadium and ean be determined by reducing it with stannous 
chloride as in iron ores or it can be converted to sulphate and 
reduced with the zine reductor and titrated with permanganate. 
The combined filtrates from the peroxidation contain all of the 
Al and Cr in one-half of the original 1 gram weight. The Al 
can be removed from the combined filtrates by adding 1: 1 
HCl slowly and with rapid stirring, until a turmeric paper no 
longer immediately changes to-even a faint brown tint when 
dipped into the solution being neutralized. When the turmeric 
fails to change the solution is still alkaline enough to prevent 
any redissolving of the aluminum. The aluminum can then be 
filtered out and determined as given on page 36. The iron 
found as above is calculated to FeO by the factor 1.286 and 
multiplied by 2 being one-half the sample. 

Chromium Oxide and Vanadium Oxide.—Fuse 1 gram of the 
ground slag in an iron crucible with 8 grams of sodium peroxide; 
dissolve out the fusion in water and boil for ten minutes in a 
casserole; acidulate with 150 c.c. of 1:3 sulphuric acid; boil 
with an excess of potassium permanganate*»and finish for chro- 
mium and vanadium as in steels. In order to fix the proper 
blank for the vanadium titration and to check the chromium 
determination, 330 mgs. of potassium dichromate and 60 mgs. 
of vanadium pentoxide of 99.7 per cent V were fused in the same 
way as the slag and put through all of the operations. It 
required 132.6 c.c. of the double sulphate standard to react with 
the chromium; therefore 0.330X0.3535 divided by 132.6 equals 
0.00088 gram, or the value of the sulphate standard in chro- 
mium per c.c. The vanadium added, or 60X0.997, equals 
0.0598 gram of V205. The percentage of V in the pentoxide 
being 56 per cent, there was present in the standard mixture 
0.56 X0.0598, or 0.0385 gram, V; 1 ¢.c. of the sulphate equals 
0.00254 gram of V; therefore it will require 13.2 ¢.c. of this 
standard to equal 0.0335 gram of V. Now by actual titration 
17.0 c.c. of the sulphate were used to obtain the blue end-point 
in the second part of the titration made after the addition of 
the ferricyanide as in steels; (see page 11) hence the blank to 
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be applied to the analysis of the tests of the slag should be 
17.00 c.c. less 13.20 ¢.c. or a blank of 3.8 ¢.c. A mixture of 
380 mgs. of KeCr207 and 80 mgs. of V205 put through the fusion 
and all of the above operations gave a chrome value of 1 c.c. of 
the standard equals 0.00088 gram of Cr and a V blank of 4.0 e.e. 
The average blank is, therefore, 3.9 ¢.c. In this particular 
slag by the above method 2.90 per cent V and a check result 
of 2.92 per cent V were found, which multiplied by the factor 
of 1.627 gave a value in V20x4 of 4.71 per cent. The chromium 
found, using the above factor of 0.00088, was 11.76 per cent Cr 
and a check result of 11.88 per cent Cr giving an average of 
11.82 which multiplied by the factor 1.461 equals 17.26, or the 
percentage of Cr2Oz3 in the slag. 

Aluminum.—Having found the total iron by doubling that 
found in the 250 c.c. portion, it can also be calculated to Fe2Os; 
to the ferric oxide add twice the vanadic oxide found in the 
other 250 c.c.; to this sum add the chromic acid found in the 
separate portion; deduct the total of the three oxides from 
the total of the oxides of iron, chromium, aluminum, and vana- 
dium (being the portion of the vanadium that may be carried 
along with the other oxides) and the remainder is calculated 
to percentage as AlgO3 plus any titanic oxide or phosphoric acid 
that may be present. 


ANALYSIS FOUND 


Per Cent. Per Cent. 
MniOR yee sn: 7.45 CaO mee Miser sectas.: 2.27 
Hear CApewisc rsa, 14.53 Us Oe ces RON ie 0.98 
Al,Os, GUIUE bE Geico Oates 9.88 MOE Sob Goo oats 1.00 
Cr.O3 pean Basil ocse os a cous w9% 17.28 SiO» Sate sameNe ne Gl eaekel lata, ef 41.78 
VAChG Oe oroccnanoroe 4.71 


Ca, Mn, and Mg in Crucible Slag.—The combined filtrates 
“X” from the basic acetate separations of the “iron, chromium, 
and some V” (page 133) are made slightly ammoniacal and then 
an excess of ammonium persulphate or about 20 grams are 
added and the manganese is precipitated; the solution is heated 
until the precipitate separates well, leaving a clear supernatant 
fluid. A little ammonia is added from time to time to make sure 
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that the solution is always faintly ammoniacal. The precipitate 
of hydrated oxide of manganese is filtered off; washed with 
water containing ammonia salt and a slight excess of ammonia. 
Call this filtrate and washings (A). 

It-is advisable to mix some paper pulp with the manganese 
precipitate to hasten the filtering and washing. The precipitate 
is then dissolved off the filter with a mixture of 30 c.c. of sul- 
phurous acid water and 30 ¢c.c. of 1:1 HCl. The paper and 
pulp is thoroughly washed. The pulp should be upset to make 
sure that none of the precipitate has escaped being dissolved. 
The top part of the pulp will frequently look free of the hydrates 
but underneath brown spots of the hydroxides will be found 
undissolved. Treat these spots with more of the mixture of 
sulphurous acid and hydrochloric acid. This solution and 
washings are reprecipitated as before with persulphate and 
ammonia. The precipitate is washed with ammonia salt and 
slightly ammoniacal water. Call this filtrate and washings (B). 
The washed precipitate is now dissolved off the filter with a 
measured amount of the standard sulphuric acid solution of ferrous 
ammonium sulphate. Upset the pulp in this case also, saving 
part of the standard mixture to dissolve any unattacked brown 
colored hydroxide spots that are found underneath in the pulp. 
Keep turning over the pulp during the washing also. In this 
manner the filter and pulp are thoroughly washed free of ferrous 
iron test, using ferricyanide to test for the presence of ferrous 
iron in the wash water. This solution and washings of the 
manganese are titrated to the first pink with standard KMnOx. 
The number of c.c. of the ferrous standard measured, less the 
number of c.c. of the KMnOy, standard used, multiplied by the 
manganese value of the sulphate standard per c.c. will give the 
number of milligrams of Mn found. This figure eee by 
the factor 1.291 gives the equivalent in MnO. 

Standard Solutions —The ferrous ammonium sulphate standard 
is made by: dissolving 19.5815 grams of the c.p. salt in water; 
add to this 50 c.c. of 1:3 HeSO4 and dilute to 1 liter; 1 c.c. of 
this solution should equal about 0.00134 gram of metallic Mn. 

The KMnO, standard solution is made by dissolving 1.58 
grams of the c.p. salt in water and diluting it to 1 liter; 1 c.c. 
of this solution should be equivalent to 1 ¢.c. of the sulphate 
standard. Keep in the dark. : 
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Calcium and Magnesium.—Combine filtrate and washings 
(A) and (B) and finish for these elements as described on page 
431, beginning at the point where “the filtrates from the double 
precipitation of the iron are combined, evaporated to 600 e.e., 
heated to boiling, and the calcium is precipitated with 50 c.c. 
of a saturated solution of ammonium oxalate.” The magnesium 
phosphate found in the filtrate from the lime is multiplied by 
the factor 0.386206 to convert it to MgO. 

Phosphorus.—The phosphorus for the reasons given on 
pages 90-91 must be gotten by direct solution in the same manner 
as given for ferro-tungsten (see page 90) phosphorus determi- 
nations. 


CHAPTER IV 


Part V 


DETERMINATION OF TANTALUM AND TUNGSTEN IN THE PRES- 
ENCE OF EACH OTHER APPLICABLE TO ORES, ALLOYS AND 
STEELS 


OnE gram of sample is weighed into a platinum dish or its 
equivalent (platinum gold alloy will answer as a substitute for 
platinum ware in this work). Add about 50 ¢.c. of HF; then 
5 c.c. conc. HNOs, drop by drop, until action ceases in the case 
of ferro; in the case of ore, warm until all except perhaps a white 
residue is dissolved. Add 5 e.c. cone. H2SO4; evaporate to 
heavy white fumes; continue this fuming for some time; cool 
the dish; dissolve the contents in a mixture of 60 c.c. of HCl 
and 60 c.c. of water. Heat for about one hour on graphite 
bath; cool; mix considerable ashless paper. pulp in the dish; 
filter; wash thoroughly with 1:30 HCl; this will require forty 
to sixty washings. 

Hold this filter paper, marking it No. 1. To the filtrate 
from No. 1 add cinchonine solution; then let this filtrate stand 
overnight. Filter tungsten precipitate; wash with cinchonine 
wash; mark this filter paper containing the tungsten precipitate 
No. 2. Burn off papers No. 1 and No. 2 in platinum dish at a low 
heat. This residue constitutes the total tantalum and tungsten. 

Put into this dish 10 grams of NaOH and 15 c.c. of water; 
heat on graphite bath for ten minutes; then boil for three minutes; 
cool: add 60 c.c. water; boil for one minute more and cool again. 
Transfer to 800 c.c. beaker. Dilute 400 c.c. with water. Filter 
out insoluble residue, mixing in with it considerable paper pulp 
before filtering. Wash with 1 per cent solution of NaOH; hold 
this paper, which contains the bulk of the tantalum. Make the 
NaOH filtrate and washings from the main tantalum acid with 
HCl; then make same just ammoniacal. Add 20 ¢.c. excess 
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of ammonia; boil five minutes; filter; hold this filter paper, 
which contains the remainder of the tantalum. The filtrate 
from it is made acid with HCl; add 50 e.c. cinchonine solution 
and let stand overnight to precipitate the main tungsten, free 
from tantalum. 

The two filters containing the total: tantalum, together with 
a little tungsten, are burned in the same platinum dish at a low 
heat; cool; and extract as in the first instance with 10 grams 
NaOH and 50 c¢.c. of water; filter, washing thoroughly with 
NaOH wash. This will remove any small amount of tungsten 
that may have been retained in No. 1 and No. 2 precipitates. 
Mark this paper (A). The filtrate from (A) will contain the 
small amount of tungsten and also may contain a little tantalum 
dissolved by the NaOH. 

Filtrate from (A) is made acid with HCl; then ammoniacal, 
using an excess of 20 c.c. of ammonia; boil five minutes; filter 
off small amount of tantalum, if any; wash with ammonia wash 
twenty times and mark the paper (B). 

Filtrate from (B) is made acid with HCl, 50 c.c. cinchonine 
added and allowed to stand overnight. Filter off both the 
main and the small amount of tungsten obtained by the two 
cinchonine precipitations on the same filter; wash with cin- 
chonine wash: burn off in a weighed platinum crucible or its 
equivalent; remove the silica as usual with HF containing 
sufficient sulphuric acid, that is, three or four drops of cone. sul- 
phurie acid. Drive off excess H2SO, as usual; ignite to a low 
red heat and weigh. This weighed residue is fused with 15 grams 
NazCO3. Dissolve the melt in a platinum dish in water and trans- 
fer the contents of the platinum dish to 600 c.c. beaker; make acid 
with HCl and then ammoniacal with 5 cc. excess of ammonia; boil; 
filter; wash forty times with 1 : 1 NH,OH. Burn off the washed 
paper in a platinum crucible until char is all gone; weigh. The 
difference between this weight and the previous weight gives 
the pure WO3. 

Filters marked (A) and (B) are now combined; burned off 
in a platinum dish with 50 c.c. of HF and 5 e.c. cone. H2SOs. 
Evaporate this mixture until the residue appears to be the 
condition of a moist solid. Dissolve this solid in a mixture 
of 70 c.c. of water and 30 c.c. HCl; heat for twenty minutes on 
a graphite bath. Mix in, about an equal bulk of paper pulp; 
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filter; wash thoroughly with 1:30 HCl. Hold this filter paper 
pulp; let the filtrate stand overnight, as frequently some tantalum 
‘ will separate out in filtrate and washings after standing some 
hours. 

If any precipitate forms, filter and wash as above. Combine 
this paper with the paper pulp filter; burn off paper and weigh 
again. If the residue is not pure white, dissolve again in 50 c.c. 
of HF and 5 .c. He2SOxs cone.; evaporate as before to a solid; 
dissolve this solid as before in 30 ec.c. HCl cone. and 70 e.c. of 
water; filter; burn off and weigh again, when the residue should 
be pure white or nearly so, constituting the total tantalum oxide 
plus any niobium that may be in the ore or alloy. 

No attempt is made in this method to separate tantalum 
from niobium. It is assumed that these elements are both 
present in this residue. 


Tur ANALYSIS OF TANTALUM ORE AND FERRO-TANTALUM WHEN 
SILICA 1S NOT REQUIRED 


This is a simple proposition both in the ore and the ferro 
on account of their ready solubility in HF. Indeed the tantalum 
content can be obtained in three or four hours. Weigh into a 
platinum dish of about 150 ¢.c. capacity, 1 gram of the finely 
ground ore; pour upon it 20 c.c. of HF, .p. grade, and then 
add cone. nitric acid, a drop or two at a time, until all action 
ceases, which is vigorous in the case of a ferro; add in all 5 c.c. 
In ores 1 or 2 ¢.c. of the nitric is sufficient, as no action takes place. 

Now add 5 c.c. of conc. HeSO4 and evaporate on a graphite 
bath until no more fumes of SOs are formed. Add 30 c.ec. of 
cone. HCl and 70 c.c. of water and heat for an hour. Filter 
on a double 11 cm. paper, wash forty times with 1 : 20 HCl 
and ignite at a low red heat in a weighed platinum until white; 
cool and weigh; calculate the Ta2O5 so obtained to metallic 
tantalum in a ferro by use of the factor 0.8194. The foregoing 
scheme assumes the absence of tungsten, and that no attempt 
is made to discriminate between tantalum and niobium. 

The tantalic acid obtained will contain all of the tungsten 
present as the method is the same as the one given for the latter 
element on page 74. To separate the tantalum from the 
tungsten, use the sodium hydroxide extraction method as given 
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on pages 138-139. Mr. Eugene Fleck of this laboratory worked 
out the hydroxide extraction method. 


SILICON IN FERRO-TANTALUM AND TANTALUM ORE 


Fuse the finely ground substance in an iron crucible with a 
mixture of sodium peroxide and sodium carbonate in the same 
manner as given for gravimetric sulphur in ferro-titanium- 
silicon-aluminum on page 47. Dissolve out the fusion in water; 
acidulate it with HCl after transferring the water solution to a 
casserole-or porcelain dish; heat until the iron is dissolved; 
add about 40 c.c. of 1:3 sulphuric acid; evaporate to thick 
fumes; cool; add water; heat until all iron sulphate is dissolved; 
filter off the insoluble residue, which should contain all of the 
tantalum and silicon. Wash free of iron; ignite; weigh as oxide 
of Ta, W, and Si. Evaporate with 15 c.c. of HF and 2 c.c. 
of conc. HeSO4. There must be an excess of sulphuric acid 
or tantalum fluoride will be volatilized as a white sublimate. 
Ignite at a low red, after evaporation to dryness. Loss of 
weight is silica. The residue in the crucible will constitute the 
total tantalum plus all of the tungsten if cinchonine is used 
on the filtrate from the insoluble residue and any precipitate 
so found is burned off with this last residue. This total Ta 
and W residue can then be finished for these two elements as 
previously described. Run blanks on all operations for silica 
and deduct the silica so found. 

The following recoveries were made by adding known amounts 
of tantalum in the form of ferro-tantalum, also in known mix- 
tures of tantalum aad tungsten ore. The following amount of 
tungsten was added to ferro-tantalum: 


Tungsten in Mixture No. 1 


Added. Found. 
0.1700 gram W 0.1683 gram W 
0.1700 gram W 0.1705 gram W 


Tantalum in Mixture No. 1 


0.6300 gran Ta 0.6300 gram Ta 
0.6300 gram Ta 
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Tungsten in Mixture No. 2 
Added Found 


0.0170 gram W 0.0174 gram W 


Tantalum in Micture No. 2 
0.6300 gram Ta 0.6270 gram Ta 
0.6280 gram Ta 

Tungsten in Mixture No. 3 
0.0085 gram W 0.0095 gram W 


Tantalum in Mizture No. 3 


0.6300 gram Ta 0.6210 gram Ta 
0.6260 gram Ta 


Mixture W AND Ta ORES 
Mizture No. 1 


0.250 gram tantalum ore of 75.0 per cent Ta,Os5 
Recovery of Ta2O; from Mixture No. 1 


0.1875 grams Ta,O; added 
0.1900 grams Ta,O; found 
0.1900 grams Ta,O; found 


i 
0.750 gram tungsten ore of 68.0 per cent WO; 
Recovery of WO; from Mixture No. 1. 


0.5100 grams WO; added 
0.5105 grams WO; found 
0.5158 grams WO; found 


Mixture No. 2 


0.750 gram tantalum ore of 75.0 per cent Ta:O; 
Recovery of Ta,O; from Mixture No. 2 


0.5700 grams Ta,O; added 
0.5800 grams Ta.O; found 
0.5700 grams Ta,O; found 


0.250 gram tungsten ore of 68.0 per cent WO; 
Recovery of WO; from Mixture No. 2 


0.1700 grams WO; paded 
0.1700 grams WO, found 
0.1720 grams WO; found 
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Tantalum in Steel.—Dissolve 3 grams exactiy as for tungsten 
in high speed steel (see page 114). Finish as for tungsten up 
to the point where the silicon is removed with HF and sulphuric 
acid. The ignited residue will contain all of the tungsten, if 
any be present, and all of the tantalum. This residue should 
be ignited at a very low red heat only; just hot enough to remove 
all of the filter char. This evaporation and ignition should be 
done in a platinum dish for convenience. Extract the residue 
with NaOH as described for Ta in alloys and finish for Ta and 
W as therein described (page 138). 


CHAPTER V 
Part [| 
MOLYBDENUM POWDERS 


Carbon.—Carbon is obtained by direct combustion in a 
stream of oxygen, using the electric furnace with temperature 
between 900° and 950° C. Decarbonization takes about a half 
hour. Use some red lead when the silicon content is high; 2 
grams of the former per gram of Mo. 

Phosphorus.—If any molybdie acid separates out during the 
course of a determination of phosphorus as in steels, it is certain 
to carry phosphorus out with it as phospho-molybdic acid, in the 
same way that tungsten does. In such cases, dissolve the ferro 
. or powder in a mixture of equal parts of cone. HCl and HNO3. 
Take 0.813 gram of the sample; dissolve it in 100 c.c. of the 
mixture; heat until all action is over; add 100 c.c. of cone. 
HCl; heat with the cover on until action is over and evaporate 
to 25 ¢.c. Dilute te 400 c.c. and remove the bulk of the molyb- 
denum with H2S. Filter; wash; and evaporate the filtrate and 
washings to 20 c.c. Add 100 c.c. of cone. nitric acid; heat with 
cover on until action is over and evaporate to 25 c.c. Transfer 
to a 150 ¢.c. beaker; dilute to 40 ¢.c.; boil with a slight excess 
of KMn0Osg and finish as in phosphorus in steel. 

Silicon.— Dissolve 1.5 grams in 60 ¢.c. 1.20 nitric acid. Add 
120 c.c. of 1:3 sulphuric acid. Evaporate in a porcelain dish 
on graphite or sand bath to thick white fumes of sulphuric anhy- 
-dride. Cool and add 80 ¢.c. 1: 1 hydrochloric acid. Boil five 
minutes. Cool again and add 50 e.c. of water. Mix in some 
paper pulp and filter on an 11 cm. double ashless filter. Wash 
free from iron test with 1:10 hydrochloric acid. Then wash 
free from chloride test with distilled water. Ignite in a platinum 
crucible at the faintest red heat until white. Weigh and evap- 
orate with hydrofluoric acid and a few drops of sulphuric acid. 

; 144 
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Ignite again at lowest visible redness. Calculate the loss of 
weight as usual to silicon. 

Molybdenum.—First Method—Fuse 0.500 gram of finely 
ground powder with twenty times its weight of sodium car- 
bonate plus 2 grams of potassium nitrate. Heat cautiously 
until the fusion is free from black particles. Dissolve the melt 
in a platinum or porcelain dish (platinum preferred) with water. 
Remove the platinum crucible from the dish and rinse it off 
carefully, allowing the washings to run on the filter through 
which the water solution is to be poured. Mix the water solu- 
tion of the fusion with a little paper pulp and filter it through 
the filter aforesaid. Wash the residue, forty times with dilute 
sodium carbonate water. The residue on the filter contains all 
of the iron and copper present in the metal, a little platinum 
oxide from the crucible, and a little molybdenum (see page 146). 

The filtrate and washings are transferred to an 800 c.c. beaker. 
Two grams of tartaric acid are added. The solution is acidu-. 
lated with sulphuric acid in slight excess. The  acidulated 
solution is heated for twenty minutes to expel the major portion 
of the carbon dioxide. It is then cooled; three drops of phenol- 
phthalein solution are added. (See Phosphorus in Steel, p. 318.) 
A rather concentrated solution of sodium hydroxide is added 
until one drop produces a pink color. Next add 1:3 sulphuric 
acid until one drop causes the solution to become colorless. 
Dilute to 700 c.c. with water. If the attempt be made to pre- 
cipitate molybdenum in too acid a solution, by hydrogen sul- 
phide, the former is partially reduced to a blue oxide and par- 
tially precipitated as sulphide. To avoid this highly undesirable 
condition it is merely necessary to keep the solution but very 
slightly acid until it is well saturated with HeS. It then turns 
to a deep orange colored fluid from which the molybdenum is 
quickly precipitated, by the addition of 6 or 7 cc. of 1:3 
sulphuric acid, as a brown sulphide. Pass the gas for thirty 
minutes longer. Add paper pulp to the beaker, mixing it well 
with the sulphide just before passing the gas for the half hour 
as directed. In this way the precipitation is rapid. The sul- 
phide can be filtered and washed quickly. It is washed with 
H.S water containing two drops of 1:3 sulphuric acid per 
500 c.c. of wash water. Give the sulphide forty washings, per- 
mitting each washing to drain off thoroughly before the succeed- 
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ing one is applied. The sulphide is then roasted just below 
redness in a platinum or porcelain crucible. The contents of the 
crucible can be ignited without loss of molybdenum trioxide, 
but the crucible must not be allowed to exceed the faintest 
visible redness. The MoO usually burns to a brownish white 
residue, owing to traces of impurities. 

After weighing the oxide it is extracted with 1: 1 ammonia 
(11.50 per cent) on the water bath until there remains but a 
small residue, consisting of traces of iron and some silica. This 
is mixed with a little paper pulp, filtered and washed thoroughly 
with dilute ammonia water.* It is ignited, weighed, and its 
weight is deducted from the first weight of the MoO3. The 
remainder is multiplied by 66.66 (or 3X100) and divided by 
the weight taken for analysis to obtain the per cent of molyb- 
denum in the sample. The filtrate and washings from the 
sulphide precipitation should always be tested by passing H2S 
-through it for an hour more to make sure that no further pre- 
cipitation of molybdenum sulphide will occur. If the directions 
as given are carefully followed, no molybdenum will be found 
at this point. 

Second Method.—Completely soluble molybdenum can be 
examined for molybdenum as follows: Dissolve 0.400 gram of 
finely ground sample in 30 e.c. of 1.20 nitric acid. Cool and 
add 2 grams of tartaric acid. Then add an excess of ammonia. 
Drop in 1:3 sulphuric acid until the solution is just faintly 
acid. Dilute to 800 ¢.c.; precipitate with hydrogen sulphide; 
and finish for molybdenum as given in the first method. 

Iron.—The residue of iron, etc., remaining on the filter from 
the water solution of the sodium carbonate and niter fusion is 
dissolved off with a little hot 1:1 hydrochloric acid. The 
filter is washed free from iron test. This filtrate and washings 
are almost certain to contain some molybdenum. (The writer 
has found molybdenum with the iron, even after it has been 
fused a second time with sodium carbonate.) Add dilute ammonia 
to the solution a drop at a time until the iron hydroxide appears. 
Then add sulphuric acid (1:3) until the iron precipitate just 
dissolves. Dilute to 300 c.c. with water. Pass HoS. The 

*Tf this filtrate and washings are blue estimate the copper therein with 


KCN as in steels, page 206, calculate the copper found to CuO and deduct 
the result from the weight of the impure MOs. 
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small quantity of molybdenum quickly separates. It is filtered 
out and washed in the same manner as the main sulphide pre- 
cipitate. Ignite this sulphide to oxide, weigh it, extract it with 
ammonia in the same way as the main oxide. Filter out the 
insoluble matter, and wash it with dilute ammonia. Ignite it, 
weigh it, and deduct the weight from the first weight; calculate 
the remainder to Mo, and add it to the principal part of the 
molybdenum found. The filtrate and washings from the small 
sulphide precipitate contain all of the iron which can be deter- 
mined by evaporation to a small volume with a slight excess of 
potassium chlorate; 1 or 2 grams should suffice. Then add 
an excess of 1: 3 sulphuric acid and evaporate to thick, white 
fumes of sulphuric anhydride. Dilute with water. Reduce with 
zinc reductor (see page 366) and finish by titration with per- 
manganate solution. 

Tungsten.—Evaporate the filtrate and washings from the 
main sulphide precipitate obtained by the first method to moist 
dryness. Add 100 c.c. of cone. nitric acid. Heat with cover 
on until all action is over. Remove the watch glass from the 
casserole and evaporate again to moist dryness. Add water; 
heat until all salt is in solution; filter out the insoluble residue; 
wash it free from salts with 1:20 hydrochloric acid. This 
will take about forty to fifty washings. Evaporate the filtrate 
and washings again to moist dryness, and add 100 c.c. of conc. 
hydrochloric acid. Heat with the cover on as before, and evap- 
orate a third time. Add water and 20 c.c. of cinchonine solution; 
warm for a short time to permit any small precipitate of tungsten 
to form and settle; wash it with a mixture of 50 c.c. of HCl, 
400 ¢.c. of water, and 5 c.c. of cinchonine stock solution, which 
consists of 25 grams of cinchonine ine dissolved in 200 ¢.c. is Sey | 
HCl. Add this washed paper to the first one obtained after 
evaporation of the nitric solution to moist dryness, adding water; 
heating; and filtering out the insoluble residue and washing 
it free of salts. Ignite the two papers; weigh the ash so ob- 
tained as WO3+SiOz2. Finish as given for tungsten in steels from 
this point by evaporation with a few drops of cone. H2SO4 and 
10 c.c. of HF, ete. 
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SuLPHUR BY EVOLUTION IN A STREAM OF HypDROGEN SATURATED 
witn HCl, Heatine to aBout 900° C. 


Evolution 
For a description of this method, which is by far the most 
satisfactory for tungsten and molybdenum powders and for 
ferro-tungsten and ferro-molybdenum, read pages 122-129. Use 
1 gram of the finely divided substances and proceed as directed. 
If there be any sulphates present they too will be decomposed 
by the reaction: 


NavgSO4+2HC1+8H =2NaCl+H2S+4H20. 


Gravimetric Method 

Fuse 2 grams of the powdered substance with 20 grams of 
sodium carbonate and 4 grams of potassium nitrate in a platinum 
crucible. (Or fuse in an iron crucible with NagCOz and Na2QO2 
in the same manner as given on page 47 for ferro-titanium- 
aluminum-silicon.) The sodium carbonate and niter fluxes 
are ground thoroughly together in an agate mortar. Heat 
until the melt in the platinum crucible is a clear yellow, free 
of dark specks. This requires but a few minutes. Dissolve 
the melt in water; transfer it to a casserole. Make just acid 
with 1:1 HNOs; then add a few c.c. in excess and warm a 
while to coagulate the MoO3 that separateg; filter it out; wash 
it fifty times with dilute (1: 10) nitric acid. (If the bulk of the 
molybdic acid is not removed by filtration, some of it will be 
found with barium sulphate at the end of the analysis, causing 
high results. In any case it is safer to fuse the final barium 
sulphate with NagzCOs; dissolve the fusion in water; make it 
slightly acid with HCl; warm; and pass HoS until saturated. 
If any sulphide forms it should be filtered out; and finished 
for molybdic oxide in the usual way; deduct its weight from the 
weight of the barium sulphate found.) 

After the main molybdie acid has been filtered out and 
washed, as described at the start, the filtrate and washings from 
it are evaporated low, and concentrated HCl is added cautiously 
a little at a time; heat with each addition of the acid to permit 
the effervescence to occur in installments; when no further 
reaction occurs, add 50 c.c. excess of the conc. HCl and evap- 
orate to dryness on a graphite bath or hot plate. Add 40 e.c. of 
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1: 1 hydrochloric acid. Heat with the cover on for a half hour. 
Add water and heat again. Filter and wash with 1 : 20 hydro- 
chloric acid, forty times. Heat the filtrate to boiling, and pre- 
cipitate with barium chloride solution, adding the latter in excess, 
about 50 c.c. of the saturated solution. Let the test stand 
overnight; filter out the barium sulphaté; wash it with water 
containing a drop or two of HCl to 500 ¢.c. about twenty times; 
and then free of chlorine test with water only. Ignite the 
washed barium sulphate in a platinum crucible until it is white. 
Moisten it with a drop or two of 1:3 sulphuric acid and ignite 
it again and weigh. Multiply the weight so obtained by the 
factor .18373%100 and divide by the weight taken. This final 
result will be the per cent sulphur. 

Manganese.—Proceed as in steels or ferro-vanadium, dis- 
solving the powder in 1.20 nitric acid. 

Copper.—Nitric acid solutions of molybdenum are precipitated 
but slightly, even after one hour’s standing, by potassium ferri- 
cyanide. This reagent affords a rapid means of determining 
the amount of copper that may be present in the molybdenum. 
Dissolve 1 gram of sample in 30 c.c. 1.20 nitric acid. Add 
ammonia until the iron: hydroxide forms. Then add sulphuric 
acid (1:3) a few drops at a time until the hydrate of iron is 
just dissolved; then add 10 c.c. excess of the acid, as copper 
ferricyanide precipitates better if there is some free acid. Now 
precipitate the copper with 20 c.c. of the same potassium ferri- 
cyanide solution used to separate copper in ferro-vanadium. 
If the copper in solution is likely to exceed 10 mgs., then add 
an additional 2 ¢.c. of the ferricyanide solution for every milli- 
gram of copper in excess of 10 mgs. Finish as given in the 
author’s method for copper in steel. The analysis of ferro- 
molybdenum is similar to that of the powders. 


TYPICAL ANALYSES 
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CHAPTER V 
Part II 


THE ANALYSIS OF FERRO-MOLYBDENUM 


Dissouve 0.4 and 0.5 gram for a check in 50 c.c. of 1.20 nitric 
acid to a clear solution. Dilute to 200 ¢.c.; add a consider- 
able excess of ammonia and precipitate the iron. Filter it out; 
wash it with ammonia. Redissolve this iron in 50 c.c. of 1: 1 
HCl; reprecipitate the iron again, washing as before with dilute 
ammonia wash. The iron hydroxide is dried; ignited at a low 
heat; and weighed as Fe203-++some MoO3 and a little SiOz. The 
residue in the crucible is dissolved in HCl; the silica is filtered 
out; washed; weighed and deducted from the total weight of the 
oxides of iron, etc. The filtrate from the silica is made nearly 
neutral and the molybdenum therein is precipitated with H2S 
in hot solution; filtered out; washed with.H2S water; ignited 
at a very low red heat; weighed and deducted from the iron » 
oxide, etc., giving a remainder consisting of Fe2O3 plus any 
phosphoric acid that may have been carried out with the iron 
oxide. This phosphoric acid can be found by evaporating the 
filtrate from the above molybdenum sulphide to low volume; 
convert to nitrates and finish the phosphorus as in steels. 
The phosphorus so found is calculated to P2O5 and deducted 
from the weight of the P20; plus Fe2O3, leaving a remainder that 
can be calculated to metallic iron. This phosphorus is not nec- 
essarily the total phosphorus. The latter can be determined on a 
separate portion as described under Phosphorus in Molybdenum 
Powder. 

The main portion of the molybdenum is contained in the two 
sets of filtrates and washings from the precipitation and the 
reprecipitation of the iron by ammonia as given above. These 
filtrates and washings are combined; made slightly acid with 
HCl and the Mo is separated with H2S; washed; ignited and 
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weighed as MoOs plus any little silica present which is removed 
by dissolving the MoOg3 in conc. ammonia and warming until 
only a small floating residue remains which is filtered out: 
washed with ammonia water; ignited; weighed; and deducted 
from the first weight of the main MoO3. The remainder plus 
the MoQO3 found with the iron, as already described, constitutes 
the total MoO3 which is calculated to Mo by the factor 0.6666. 

Silicon.—This element can be determined on the same por- 
tion as is used for the molybdenum if the nitric acid solution 
is taken to dryness on the graphite bath. Do not ignite the 
dish over a bare flame, as in tungsten, as there is danger of loss 
of the Mo by volatilization. Dissolve the dry residue in 50 c.c. 
or more, if necessary, of conc. HCl; dilute; filter; wash with 
dilute HCl; wash until the residue on the filter no longer gives 
a test for iron; evaporate the filtrate and washings again to 
dryness; dissolve; filter; wash as_ before; combine the two 
filters from the first and second evaporations; ignite the same 
at a very low red heat and weigh as SiOzg plus a little MoOs. 
For close work this silica should be fused with ten times its 
weight of sodium carbonate; the fusion dissolved in HCl and 
evaporated twice to dryness as before, finally weighing as pure 
silica. 

Fe+Mo.—tThe filtrate from the second evaporation to 
dryness in the presence of the main iron and Mo can be com- 
bined with the filtrate and washings from the evaporation of 
the acidulated sodium carbonate fusion of the impure silica. The 
combined filtrates contain the total iron and Mo and can be 
analyzed for these elements as already given under Ferro- 
Molybdenum. 

The carbon, manganese, tungsten, and sulphur are deter- 
mined as given for Molybdenum Powders. 


RESULTS OBTAINED ON A HIGH CARBON TYPE 
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Tur ANALYSIS OF FERRO-MOLYBDENUM-TUNGSTEN 


Tungsten, Phosphorus, and Silicon.—Dissolve 1 gm., and 
1 grams for a check, in 50 ¢.c. of 1.20 nitric acid in a No. 5 
porcelain dish; evaporate dry but do not ignite with a bare 
flame. Redissolve with 100 c.c. of conc. HCl; evaporate dry; 
dissolve in 50 ¢.c. of conc. HCl and evaporate to 20 c.c.; add 
25 c.c. of water; heat twenty minutes; filter; wash with 1 : 40 
HCl; evaporate the filtrate and washings to 10 ¢.c.; add 25 c.c. 
of water; heat and filter out any small residue of tungstic acid 
that may have separated out.after this second evaporation. 
The filtrate and washings from this last evaporation are then 
converted to nitrates and finished as described on pages 
41-46. ' 

The residues on the filters from the above first and second 
evaporations to dryness contain all of the tungsten, silicon, and 
a little of the molybdenum. These papers are ignited at a low 
red heat until the carbon is gone; add 10 grams of anhydrous 
sodium carbonate to the ash and fuse to a clear liquid that no 
longer gives off any bubbles of COz. Dissolve out this fusion; 
acidulate it with HCl and evaporate to dryness, after all effer- 
vescence and spraying are over, in the covered casserole. If the 
fusion is dissolved out in porcelain, the solution must be made 
acid with HCl as the dissolving of carbonate fusions with water 
alone in porcelain dishes causes the latter to be attacked and 
silicon results to be too high, especially if heat is applied to hasten 
matters. 

After the evaporation to dryness the residue is redissolved 
in HCl; add water; filter out the tungsten; wash it as before; 
evaporate the filtrate and washings again to dryness; dissolve; 
filter; and wash. This second filtrate and washings will con- 
tain some tungsten which must be removed by cinchonine; heat 


the filtrate before adding the cinchonine; filter out the tungsten 
so precipitated; wash it with cinchonine water; combine this 
filter with the two residues obtained from the evaporation of the 
above fusion twice to dryness and burn all in a platinum crucible 
to a yellow residue free from the carbon of the filters; weigh 
it as WO3+SiO2. Remove the silicon by the usual evaporation 


with HF and H2SOu, calculating the loss of weight as the silicon 
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of the alloy. The residue in the crucible is calculated to tungsten 
by the factor 0.7931. 

Molybdenum.—Fuse 0.5 gram of the finely ground alloy in a 
platinum crucible with an intimate mixture of 10 grams of 
sodium carbonate and 0.5 gram of niter until a quiet fusion is 
obtained and then continue to maintain the fusing temperature 
for ten minutes more. Dissolve the fusion out in water; filter 
out the insoluble residue of iron and manganese; wash it with 
sodium carbonate water; ignite it; grind it in a small agate 
mortar; return the fine powder again to the crucible; clean the 
mortar by grinding it out with a little sodium carbonate; return 
this carbonate to the crucible; again grind some fresh carbonate 
in the mortar, and so on, until the carbonate no longer shows a 
change of color when ground in the mortar. Grind 10 grams of 
carbonate with 0.200 gram of niter for this second fusion which 
is made and dissolved out as in the first fusion. The filtrates 
and washings from insoluble residues obtained after each fusion 
contain all of the molybdenum and tungsten from the alloy. 
The first filtrate and washings contain practically all of these 
elements. Add to it 2 grams of tartaric acid and two drops of 
methyl orange solution (1 gram of the methyl orange dissolved 
in a liter of water). Now add HCl until one drop just turns the 
solution pink. Pass HeS through the solution when it will turn 
a deep red due to the combination with the H2S; the addition 
of a few drops of HCl will cause the molybdenum sulphide to 
then precipitate out promptly and perfectly after a thorough 
saturation with H2S. The directions must be carefully followed 
for if the attempt is made to precipitate molybdenum from a 
solution containing much free acid, a blue filtrate is obtained 
which contains much of the molybdenum in a reduced form 
that is very unsatisfactory to handle, as explained on page 156. 
Wash the molybdenum sulphide, so obtained from both sets of 
filtrates and washings, thoroughly with H2S water; ignite it at a 
low red heat and weigh; dissolve this MoO3 in ammonia; filter 
the solution; wash the filter thoroughly with ammonia; ignite 
it; weigh it; deduct this weight from the first weight of the 
Mo0O3 and calculate the difference in weight to molybdenum by 
the use of the factor 0.6666. 

Iron.—The insoluble residue obtained from the second fusion 
with sodium carbonate and niter contains all of the iron free 


154 THE ANALYSIS OF FERRO-MOLYBDENUM 


from tungsten and Mo and is especially convenient for the iron 
determination as the two latter elements must be separated 
before the iron can be determined. Dissolve this residue, after 
burning off the paper in the crucible in which the fusion was 
made, in conc. HCl; clean the iron stains from the crucible 
with this acid; precipitate the solution of the residue and the 
cleanings of the crucible with ammonia; redissolve; reprecip- 
itate, and redissolve it again to remove any platinum; then 
reduce the solution with stannous chloride and finish for iron 
as in iron ore by titration of the reduced iron with potassium 
dichromate. (See page 442.) Or convert to sulphate by taking 
to fumes with H2SO4. Redissolve; dilute; pass through reductor 
and finish as given on page 443. 

Sulphur.—The best and easiest way to get the sulphur is to 
evolve it from a hot tube by the method given on page 122. 
Or the sulphur can be determined by any of the methods given 
on pages 148 for molybdenum powders. 


GRAVIMETRIC SULPHUR IN FERRO-MOLYBDENUM BY DIRECT 
SOLUTION IN AcIDS 


Heat 5 grams of the powdered sample in 250 e.c. cone. HNOs. 
When action is over and red fumes are all gone, dilute with 200 c.c. 
of water; filter off the molybdic acid that separates at this stage 
and wash it fifty times with dilute HNO3. If the bulk of the 
MoO3 is not filtered out here, some of it will be found with the 
barium sulphate at the end of the analysis, causing high results. 
Transfer the filtrate to a No. 7 dish; add 2 grams of NazCO3 
and evaporate to dryness. Redissolve in 75 c.c. of cone. HCl, 
and evaporate to dryness again. Redissolve in 20 c.c. of cone. 
HCl, and when all the iron is in solution add 100 ¢.c. of water, 
stir it well, heat it for a while, filter it and wash it with dilute 
HCl. Add to the filtrate and washings 20 c.c. of conc. HCl; 
dilute with water to 400 c.c. volume; heat to boiling and add 25 ¢.e. 
of a saturated solution of BaCle; let stand twelve hours. Filter 
off the barium sulphate; wash it free of iron with water con- 
taining a few drops of 1:1 HCl, and then free of chloride 
with water only. 

Ignite it in a weighed platinum crucible; moisten it with two. 
drops of sulphuric acid to convert any barium sulphite, forme¢ 
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by the reducing action of the burning filter paper, to barium 
sulphate; when the fumes of sulphuric acid are gone, heat the 
crucible to redness. Cool it; and weigh it; calculate the per cent 
of sulphur by multiplying the weight of the barium sulphate found 
by 13.73 and dividing by the weight taken for analysis. Blanks 
should be run covering all operations and any sulphur so found, 
deducted. 


CHAPTER V 


Part III] 


MOLYBDENUM IN HIGH-SPEED STEELS AND ORES 


(Presence of Much Tungsten) 


WeiIcH 2 and 3 gram samples into No. 5 poreelain dishes; 
dissolve in a mixture of 30 c.c. HCl (1: 20) and 30 e.c. HNO3 
(1: 42); heat moderately until residue is yellow; rinse covers 
with water; add 100 c.c. HNO3 (1.42). Take to dryness on 
graphite bath over low flame; bake at 500° to 550° C. for ten 
minutes. Let cool, add 40 c.c. cone. HCl and heat until all is 
in solution except yellow residue. Add 50 c.c. distilled water; 
stir in paper pulp; filter through double 11 cm. papers into 
600 c.c. beakers and wash forty times with 1: 10 HCl, getting 
filtrate (A). aly 

The principal part of the molybdenum, i.e., in (A), is sepa- 
rated as follows: Add ammonia to it until a precipitate forms 
that no longer dissolves on stirring. Add 1:3 acid until this 
precipitate just dissolves. Then saturate the nearly neutral 
solution with hydrogen sulphide, and obtain the molybdenum 
sulphide. If the solution containing the molybdenum is too 
nearly neutral, H2S causes only a deep red coloration in it; if 
the solution is too acid, the passage of the hydrogen sulphide 
results in a partial precipitation of the molybdenum together 
with a blue coloration. From the red solution, the molybdenum 
is easily precipitated by a very slight addition of acid. Add the 
latter cautiously, a c.c. or two at a time, until the molybdenum 
begins to settle rapidly. Then pass H2S a little while longer. 
If the H2S has been passed through too acid a solution of molyb- 
denum, with the resulting partial precipitation giving a blue 
filtrate, the best thing to do is to begin over again, giving the 
proper attention to these details. The molybdenum can be 
completely precipitated in a half hour’s time if the conditions 
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as here given are observed: using a rapid stream of H2S. Filter 
and wash this sulphide in the same manner as given for the 
molybdenum sulphide gotten from filtrate (B), i.e., using a wash 
consisting of 500 c.c. of water acidulated with a few drops of 
1: 1 HCl and saturated with H28. Give the filter sixty washings. 

Tungsten Residue (on Filter from (A)).—Burn off in platinum 
at a low temperature; then fuse with 10 grams NazCO3. Cool; 
place in No. 5 porcelain dishes; add 150 ¢.c. water and heat to 
dissolve the melt. Rinse crucibles and covers with water; 
add a little pulp; filter through double 9 cm. papers, catching 
filtrates in clean 400 c.c. beakers. Wash thirty times with -° 
water, getting filtrate (B). 

Filtrate (B).—Add 2 grams tartaric acid crystals to filtrate 
(B) and three drops of methyl orange solution; while stirring, 
add 1:1 HCl carefully until solution just turns cherry red. 
Pass a brisk stream of HoS through filtrates (A) and (B) until 
precipitates settle out well—usually requires at least thirty 
minutes. Add a little paper pulp to each, then proceed to filter 
(B) through a double 11 ecm. filter, catching filtrate in a 1000 c.c. 
beaker. The filtrate (A) which has already been saturated with 
H2S in nearly neutral condition, as described in the first part of 
the scheme, is poured through the same filter, thus combining 
the main molybdenum sulphide in (A) with the small amount 
of the sulphide obtained from (B). The sulphide on the sides 
of the beakers is removed with a rubber-tipped glass rod. The 
precipitate is washed with water acidulated with a few drops 
of HCl to 500 c¢.c. The water is saturated with H2S and used 
cold. Wash the sulphide fifty or sixty times. Ferricyanide of 
potassium may be used to show freedom from iron. Dry the 
papers containing the residue at 105° C. for thirty minutes; 
then roast in porcelain crucible of 40 ¢.c. capacity at 500° to 
550° C. until papers are completely consumed and residues are 
oxidized to MoOs3. Place in desiccator; let cool about fifteen 
minutes; then weigh. 

Transfer contents of porcelain crucible to clean 150 c.c. 
beakers, using a camel’s-hair brush to remove adhering particles. 
To each beaker add 40 c.c. filtered ammonia (1:1). Heat 
moderately until white particles are in solution (do not boil too 
long, because of danger of eho NHs3, thereby causing deposi- 
tion of ae 


158 MOLYBDENUM IN HIGH-SPEED STEELS, ETC. 


Filter through double 7 cm. paper, using a small amount of 
paper pulp in apex of filter. Wash forty times with ammonia 
water (15 c.c. ammonia 0.90 sp. gr. to 500 c.c. water). Place 
paper in the same porcelain crucible; burn off as before; cool 
and weigh. Loss in weight=MoOs, which contains 66.66 per 
cent Mo=4. 

MoO3 X 100 X2 


OPE OF IC REN FREESE WR Gs ‘ent Mo ins le. 
3X weight taken for analysis Dees ee teal 


Tur DETERMINATION OF TUNGSTEN IN THE PRESENCE OF MucH 
MoLyBDENUM 


Proceed as for molybdenum in high-speed steel as given on 
page 156, getting filtrate (A). Add 30 c.c. of cinchonine solution 
(see page 131) to (A). Let stand one hour. If any precipitate 
forms filter it off at once, washing it with cinchonine water. 
If (A) is allowed to stand any great length of time some of the 
molybdenum may separate out with the small amount of tungsten 
that may be thrown down in (A) by the cinchonine. The small 
precipitate of tungsten cinchonate that may be gotten from (A) 
is burned off with the main tungsten residue thet remained behind 
when filtrate (A) was first obtained. 

This platinum crucible will now contain the total tungsten 
contaminated with a little molybdenum. The residue in the 
platinum crucible is weighed; evaporated with 5 drops of 1:3 
sulphuric acid and 15 c.c. of HF to dryness. Ignited at the 
lowest red heat; weighed again. The loss of weight is the silica, 
which is calculated to silicon by the factor 0.4693. 

The silica-free weight equals the main WOs3 plus a little 
MoO3 and Fe203. The silica-free residue is fused with 20 grams 
of sodium carbonate at a bright red until the fusion is clear and 
there are no more bubbles arising in the melt. This melt is 
dissolved out in platinum and any iron oxide is filtered out; 
washed free of sodium salts; ignited in the same crucible in which 
the fusion was made and weighed again. This residue should 
not melt down, but remain as small brown flake. The weight. 
is deducted from the silica-free weight last obtained. This 
leaves the weight of the WO3 plus MoOs3. This small amount 
of MoOs is corrected for as follows: The filtrate from the iron 
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oxide is treated with 4 grams of tartaric acid to hold back the 
tungsten; then made just pink with HCl, using methyl orange as 
an indicator. The small amount of MoOs3 present is then 
precipitated out with H2S, adding a few c.c. more of HCl if 
necessary to break up the red solution of molybdenum 
sulphide. The molybdenum sulphide is filtered out; washed 
thoroughly with H2S water; ignited at a lowest red heat; 
weighed and deducted from the weight of WoO3 plus a little 
MoO3. The remainder is the pure WoOs, which is multiplied 
by the factor 79.31 and divided by the weight of sample taken 
to get the-percentage of W in the sample. 


Raprip MetHop For STEELS Not ContTaiIninc TUNGSTEN. 
Gravimetric by Weighing as MoOs 


Weigh three grams into a 250 c.c. dish, dissolve in 50 c.c. 
H2S8Ox; (1 : 3) onstove; add 15 c.c. HNO3 (1.20 sp. gr.) cautiously. 
Remove and rinse off the lid. Evaporate to fumes. Cover, 
add 15 c.c. HCl (1: 1) and 100 c.c. distilled water. Heat until 
all sulphate is dissolved. 

Transfer the contents of dish to 600 c.c. beaker. If con- 
siderable silica is seen floating around in test, filter it out and 
wash it fifteen times with dilute HCl. Add ammonia (1: 3) 
until faint cloud of precipitate of iron hydroxide persists; then 
clear with a few drops HCl; then add an excess of 5 ¢.c. 1: 1 
HCl. Volume 300 c.c. at this stage. 

Pass a rapid stream of H2S through solution until precipitate 
settles out well in bottom of beaker. Filter on double 11 cm. 
papers and wash fifty times with H2S wash containing a few 
drops of HCl. Burn off in a 40 ¢.c. porcelain crucible at 500° 
to 550° C. Cool; weigh. 

Extract in usual manner with filtered ammonia (1: 1); filter 
through 11 cm. paper (using pulp); and wash fifteen times with 
ammonia wash (50 c.c. ammonia (1: 1) diluted to 300 ¢.c. with 
water). Burn off in original crucible; cool; weigh. 


Loss in wt. X2X 100 


= cent Mo in sample. 
3x3 eS y 
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Time required to complete determination, one hour forty- 
five minutes to two hours. 


3 grams 
23.6290 
23,5910 


.0380 
.038 X2X 100 


3x3 = .844 per cent Mo. 


Weigh 500 mg. into a No. 5 porcelain dish. Dissolve in 50 
c.c. HCl (1:1); add small additions of KClO3 crystals until 
solution and residue, if any, are fully oxidized. The solution 
should become very much darker in color and the tungsten 
residue in high-speed steel should now be canary yellow. 

Boil until the solution smells no longer of chlorine fumes; 
filter off and discard any residue present. With the solution 
in the original dish, add KOH solution, while stirring until blue 
to litmus, then a few c.c. in excess. Bring to a boil; filter 
through double 12.5 cm. papers into a clean 10X1 inch test 
tube. Discard the precipitate. (KOH — solution in water, one 
part KOH to one part water.) . 

Using a similar test tube, divide this filtrate into two equal 
portions, so as to have a duplicate handy in case of mishap later. 
To the solution in one of the tubes, add conc. HCl, in small 
quantities, shaking to mix after each addition until the test 
is distinctly acid. If salts deposit in bottom of tube, add a 
few c.c. of water and shake to redissolve. Add a few particles 
of c.p. granulated tin, place over a flame and bring just to a 
boil. Do not continue to boil, as by so doing the delicacy of the 
test is greatly impaired and at times destroyed entirely. Cool 
to room temperature; then add 5 ¢.c. KCNS solution (5 grams 
KCNS dissolved in 120 c.c. water). 


Water-white solution.............. no trace of molybdenum 
VOllowishy tingeecwccs eee cree cere 0.1 per cent or less 

Slight to good orange. ..5.......... up to 0.5 per cent 

Deep orange to red................ 0.5 per cent to 1 per cent } 


Vieryadark:Ped senate wom ete aoe over 1 per cent. 
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VoLUMETRIC DETERMINATION OF MOLYBDENUM IN STEEL 


After weighing the molybdenum as oxide, the results so 
obtained can be checked as follows: Fuse the oxide with 5 grams 
of carbonate of soda. Dissolve the melt in about 50 c.c. of 
water in a dish. Filter the solution on a 7 em. filter. Wash 
the latter thoroughly with sodium carbonate water. Evaporate 
the filtrate and washings to 50 ¢.c. Acidulate with 1:3 sul- 
phurie acid, adding an excess of 100 c.c. Next add 1 ec.c. of 
1 : 1 hydrochloric acid after acidulation with sulphuric acid. 

Place in the beaker a square inch of 1.7 mm. (345 inch thick) 
aluminum foil with its corners bent at right angles. Heat the 
solution so as to maintain rapid action between the foil and the 
acid. Ina half hour the reduction is usually complete. 

Titrate with potassium permanganate standard until three 
drops of the latter render the solution a distinct pink, in the cold, 
for one minute. Remove the foil before beginning the titration, 
rinsing it with cold water. Heat a similar piece of foil for a 
half hour in a solution containing 5 grams of sodium carbonate 
acidulated with 120 c.c. 1:3 sulphuric acid. Add also 1 e.e. 
of 1:1 hydrochloric acid after acidulating with sulphuric acid. 
Titrate the blank exactly as given for the test. Deduct the 


‘¢.c. of permanganate used by the blank from the amount re- 


quired to oxidize the test, and multiply the remainder by 
0.001925 to obtain the weight of molybdenum present in the 
sample. The permanganate standard is prepared by dissolving 
1.86 grams of the salt in water and diluting the solution to 1 liter. 
Its value in metallic iron multiplied by 0.88163 equals its value 
in MoOQ3. This method possesses no advantage over the ignition 
of the sulphide to oxide and weighing as such. 


WEIGHING OF THE MoLyBDENUM As LEAD MOLYBDATE 


After weighing as oxide, fuse the latter with 5 grams of sodium 
carbonate. Dissolve the melt in water. Filter it, washing 
thoroughly with sodium carbonate water. To the filtrate and 
washings add two or three drops of methyl orange. Now titrate 
the solution until it turns pink with 1:1 HCl. Add 1 c.c. in 
excess. Heat the solution to almost boiling. Add 30 c.c. of a 
filtered saturated solution of lead acetate in this manner: First 
add 20 c.c. and permit the precipitate to settle somewhat; then 
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pour in the remaining 10 c.c., noting if there seems to be a further 
formation of the white precipitate. If more forms, add an addi- 
tional 10 ¢.c., or 40 c.c. in all. Now add 50 c.c. of a solution 
of ammonium acetate.* Stir the mixture thoroughly and allow 
the lead molybdate to settle for two hours. It is filtered, washed 
with hot water, and ignited at a low red heat until white. It is 
weighed and the weight multiplied by 0.2614 to reduce the 
weight to metallic molybdenum. ‘Test the filtrate and washings 
with 10 c.c. of the lead acetate solution, and note if a further 
precipitation occurs in the course of an hour or two. This is 4 
satisfactory method, as a check. The ammonium acetate 
solution is prepared by dissolving 500 grams of the crystals in 
1000 c.c. of water. 


DETERMINATION OF MOLYBDENUM IN MOLYBDENITE ORES 


By Direct Solution in Acids 


Weigh 0.2 or 0.3 gram finely ground sample (200 mesh) that 
has been dried for one hour at 105° C. into 250 ¢.c. beakers. 
Add 10 e.c. HNOs cone. plus 10 ¢c.c. HeSO4 cone. and heat on 
stove until heavy fumes of sulphuric acid are given off. Cool; 
add 150 ¢.c. water; heat to get all the residue in solution as far 
as possible; make just ammoniacal and then add 10 c.c. excess. 
Filter; wash with 1: 20 ammonia; wash forty times and burn 
off at lowest: red heat so as not to volatilize any molybdic acid. 

Filtrate and washings from this first silicious and ferric 
hydroxide precipitate are made slightly acid with H2SO4 (1:3), and 
then slightly ammoniacal, using methyl orange as an indicator. 
Pass HeS through the solution for one-half hour on graphite bath 
at low heat; this gives a red solution of molybdenum sulphide; 
then add 15 c.c. H2SOx4 (1 : 3) slowly so as not to cause contents 
of beaker to effervesce over the top and continue to pass gas for 
one-half hour more. This will completely precipitate all molyb- 
denum sulphide; and the supernatant liquid, after precipitate 
has settled, should be colorless. 

The Separation of Bismuth—The making of the ammonia 
precipitation given in the first paragraph is very important as 


* Brearley and Ibbotson suggested the use of ammonium acetate at this 
stage. 


MOLYBDENUM IN MOLYBDENITE 163 


it prevents the interference of bismuth which is sometimes 
present to the extent of several per cent. If it is not removed 
at this stage it will be precipitated with the molybdenum and 
counted as such at the end of the analysis. This ammonia 
precipitate will contain all of the silica, bismuth, iron, zinc, 
alumina, and also all of the arsenic, if there be enough iron present 
to carry out the arsenic. Also all of the phosphorus. . 

This bismuth, iron, silica, etc., precipitate is burned off at 
the lowest possible red heat in a platinum crucible and then 
fused with 10 grams of sodium carbonate at a bright red heat 
until the fusion is quiet. The melt is dissolved out in water 
and filtered; the water-insoluble is washed thoroughly with water 
containing 5 grams of soda ash to 500 c.c. of water, giving it 
sixty washings. The residue on the filter will contain all of the 
bismuth, zine, etc., and the filtrate and washings will contain 
the small portion of the Mo that may have been contained in 
the ammonia precipitate of Bi, ete. Acidulate this filtrate with 
an excess of sulphuric acid, or about 40 ¢.c. of 1: 1 of the acid. 
Heat to boil off the COz. Make slightly ammoniacal. Add 5 e.c. 
excess ammonia; filter; wash with ammonia wash thirty times 
and saturate with HS as before in a slightly ammoniacal solution 
for one-half hour longer with H2§8, giving a red coloration. Then 
add 15 e.c. HeaSO4 (1:3) and continue to saturate for one-half 
hour longer with HeS when Mo will precipitate. 

Filter this last precipitate through a 15 cm. filter paper, 
using no pulp, and wash forty times with H2S wash containing 
three drops HCl. Then filter the main precipitate of molyb- 
denum sulphide through the same paper and wash sixty times 
with H2S wash. The filtering of the small molybdenum pre- 
cipitate first, washing the filter thoroughly, and then following 
up with main molybdenum sulphide, eliminates the chance of 
error due to any sodium salts being retained in the paper or 
precipitate. | 

Burn off combined sulphides in platinum crucible at the _ 
lowest red heat and weigh. Extract with ammonia (20 c.c. 
1: 1) at low heat on graphite bath for one hour. Filter; wash 
sixty times with NH4sOH wash (1:1); burn off and weigh. 
The difference in first and second weights being the molybdic 
acid content plus any copper present. 

The presence of copper will be indicated by a blue color in 
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the ammonia filtrate. Any copper thus noted will be titrated 
with KCN solution, calculated to oxide, and deducted from the 
molybdic acid content. The remainder should be the weight 
of the pure molybdic acid content of the ore and can be cal- 
culated to MoSe by dividing by 0.9. 


Tue DETERMINATION oF MoLyBpENUM IN MOoOLYBDENITE ORE 
AND MOLYBDENUM OXIDE By FUSION 


Fuse 0.500 gram of the finely ground ore in a mixture of 
10 grams of sodium carbonate. and 0.100 gram of potassium 
nitrate in a platinum crucible. Dissolve the fusion in distilled 
water. Filter out any insoluble matter; wash the water-insoluble 
substance with sodium carbonate water (5 grams dissolved in 
500 c.c. of water) about thirty times. 

Burn off the insoluble in the platinum crucible at the lowest 
red heat and fuse it again as before, using one-half as much of 
the fusion mixture. Dissolve out the fusion; filter; wash as 
before; combine the two filtrates and washings, or if the volumes 
of the latter are large treat them as follows, separately: Add 
2 grams of tartaric acid to the filtrates and washings and stir 
until the crystals are dissolved. Then make slightly acid with 
dilute H2804; and heat for one-half hour to drive off most of 
the COz. Make slightly ammoniacal and add a few drops of 
methyl orange; add dilute sulphuric acid, a few drops at a time, 
until a pink color appears. Now pass HoS through the faintly 
acid solution for a half hour. The solution will now be a deep 
blood red and not much molybdenum sulphide will be pre- 
cipitated. To precipitate the molybdenum now add 5 «.c. of 
1:3 HeSO4 and pass HeS for another half hour.. This should 
completely precipitate the molybdenum as sulphide, unless the 
supernatant is still red, in that case add 1 or 2 c.c. more acid 
and again pass HS. 

Filter off the molybdenum sulphide and wash it fifty times 
with H2S water. Ignite it at the lowest red heat after first 
smoking off the more volatile part of the filter paper. Continue 
the heating until the residue is white. Weigh it, and extract 
it with 1:1 ammonia until all but some flocculent matter is 
dissolved. Filter out the insoluble matter; wash it with ammonia 
wash; burn it off in the same porcelain crucible in the same way 
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as the main molybdenum; weigh it; and deduct its weight from 
the first weight of the molybdenum trioxide. Calculate the loss 
of weight to MoS: by the factor 1.1111 or to metal by use of 
the factor 0.6666. If the residue insoluble in ammonia is more 
than a milligram or two, transfer it to a platinum crucible and 
fuse it with twenty times its weight of sodium carbonate and 
put it through all of the foregoing method to recover any molyb- 
denum that may still be retained in this residue. That is, filter 
out the water-insoluble from this fusion; wash it with sodium 
carbonate wash; add a gram of citric acid to hold back the 
tungsten if any be present; make the filtrate and washings just 
pink with acid, using methyl orange to give the pink reaction; 
pass He2S to saturation; filter out any molybdenum sulphide; 
wash it; ignite it; weigh it; extract it with ammonia to guard 
against bismuth; call the loss of weight MoO 3 and add it to the 
first main loss of weight getting the total MoOs. Correct this 
total for CuO as already mentioned in the method by direct solu- 
tion in acids. (See page 164.) 


MANGANESE By FUSION IN FERRO-MOLYBDENUM AND 
MoutyBpENUM POWDER 


In case the metal, ferro or ore does not dissolve readily in 
the mixed acids, 0.5 gram of the finely powdered sample is 
oxidized at a low heat in a platinum crucible with continued 
stirring and. then fused with 10 grams of sodium carbonate. 
Dissolve the melt in water in a casserole; remove the crucible 
and acidulate the leached fusion with 50 c.c. of 1: 1 HCl; clean 
the crucible with some of the acid and add the cleanings to the 
main solution. Add also 20 c.c. of conc. H2SO4 and evaporate 
to heavy fumes; cool; add 50 c.c. of water and 50 c.c. of 1.20 
nitric acid; boil five minutes; filter into a 250 c.c. volumetric flask; 
wash thirty times with water and dilute the filtrate and washings 
to the 250 c.c. mark; mix well; pipette off 50 c.c. into a 10-inch 
test tube and finish the manganese as in steel by boiling with 
specially prepared lead peroxide. (See page 338.) 


ARSENIC IN FERRO-MOLYBDENUM AND MOLYBDENUM POWDER 


Weigh 5 grams of the finely ground ore or metal into a 300 c.c. 
beaker. Digest on graphite bath with a mixture of 15 c.c. cone. 
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HNO3 and 10 ¢.c. of cone. H2SO,4 until all action is over; remove 
the cover from the beaker and evaporate to heavy fumes; repeat 
this acid treatment until all sulphide or metal is dissolved or 
oxidized completely. 

Cool; add 60 ¢.c. water; heat for one hour and filter; wash 
the filter about thirty times with water; make the filtrate and 
washings ammoniacal to precipitate the iron, Al, and As (at least 
twenty times as much iron as arsenic must be present, or a weighed 
amount of iron to that extent should be added). Filter after 
heating awhile. The filtrate and washings from the iron and 
arsenic will contain the bulk of the copper and Mo. Dissolve 
the iron off the filter with cold 1:1 HCl; wash the filter well 
with water; reprecipitate the Fe, As, etc., again as before with 
ammonia; filter and wash the filter. Repeat these operations 
at least four times to insure the complete removal of the Mo 
and Cu from the iron, arsenic and aluminium. Again, redissolve 
the iron and arsenic as before; wash the filter thoroughly. Evapo- 
rate the filtrate and washings containing the iron and arsenic 
to 100 c.c.; cool; add 200 c.c. of cone. HCl and precipitate 
the arsenic by passing HeS through this strongly acid solution 
for three hours in the cold to insure the arsenic precipitating as 
arsenic pentasulphide. Let the saturated . Solution settle over- 
night as small amounts of arsenic separate very slowly from 
strongly acid solutions. Filter the arsenic pentasulphide 
mixed with more or less free sulphur, on paper filter; wash 
thoroughly free from iron with H2S water containing a few 
drops of HCl. Purify the pentasulphide from the free sulphur 
as given in the determination of arsenic in tungsten ores. See 
page 111. Then weigh as AsoSs as described. 

Copper.—The three or four ammoniacal filtrates from the 
arsenic, iron, aluminum precipitations are made acid with some 
conc. nitric acid and the copper is precipitated therefrom by 
potassium ferricyanide as in steel and let stand overnight to 
permit a thorough separation of the copper ferricyanide. The 
copper precipitate is then filtered off; washed with ferricyanide 
wash; the paper is burned off in a porcelain crucible; the ash 
is dissolved with 10 c.c. 1: 1 HCl; filtered; washed with water; 
the filtrate and washings are precipitated with H2S for an hour. 
Finish for copper as in steel by KCN titration. 
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DETERMINATION OF MOLYBDENUM IN THE PRESENCE OF 
ARSENIC 


No. 1, 30 mg. Fe; 10 mg. As,O;; 1994 mg. MoO; added. 
Recovered .2000 gram MoQ;. 

No. 2, 30 mg. Fe; 20 mg. As.03; 1994 mg. MoO; added. 
Recovered .1990 gram MoQs. 

No. 3, 30 mg. Fe; 30 mg. As:O3; 1994 mg. MoO; added. 
Recovered .2000 gram MoO. ; 
No. 4, 30 mg. Fe; 40 mg. As,O3; 1994 mg, MoO; added. \ 
Recovered .2000 gram MoO3. 

No. 5, 30 mg. Fe; 50 mg. As,O3; 1994 mg. MoO; added. 
Recovered .1992 gram MoQs. 

No. 6, 30 mg. Fe; No arsenic; 1994 mg. MoO; added. 
Recovered .2006 gram MoOs. 


DETERMINATION .OF MOLYBDENUM IN THE PRESENCE OF 
VANADIUM 


No. 1 contained 200 mg. MoOs;, 30 mg. Fe, 50 mg. V0; 
No. 2 contained 200 mg. MoOs;, 30 mg. Fe, 150 mg. V2.0; 
No. 3 contained 200 mg. MoOs, 30 mg. Fe, 100 mg. V205 
No. 4 contained 200 mg. MoOs;, 30 mg. Fe, no V205 


MoO; RECOVERIES 


1, .2000 gram recovered .1995 gram added 
2, .1990 gram recovered .1995 gram added 
No. 3, .1995 gram recovered .1995 gram added 
4, .1995 gram recovered .1995 gram added 


The V20s5 range ran from an amount equal to 5 per cent up 
to 15 per cent on a gram sample and on the 15 per cent V20s5 
the recovery was as good as on the sample containing no per- 
centage of V205. Some of the V20s was found in the filtrate 
when the molybdenum sulphide was filtered off and part of it 
was found in the residue from the ammonia extraction of the 
MoO3. Used 5 grams of tartaric acid in each precipitation of 
the sulphide and made the precipitation in an ammoniacal solu- 
tion; completed the precipitation of the sulphide with addition 
of 20 c.c. 1: 33 H2SOu. 

The carbon and manganese can be determined as in tungsten 


powder, 
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ANALYSIS FOUND 


Per Cent. Per Cent. 
War bottinen caters eracu 1.84 TUD SbCl eter citer oes: 10.02 
Manganesouman pie ee 0.32 Molybdenum........ : 42.66 
PHosphordsesmsctes aise a 0.086 IPOs, tcbenes eters: Mapas 42.12 
SULCON Mens eae Aes aimee: 1.85 Sulphutewss nate eee 0.14 


ANALYSIS OF WULFENITE ORE 


Weigh 1.0 to 1.5 grams of finely ground sample (200 mesh) 
that has been dried for one hour at 105° C. into porcelain casseroles 
(250 c.c. capacity). Add 50 c.c. HNOs (cone.) plus 50 ¢.c. HCl 
(conec.); heat for four hours at low heat; then remove covers 
and take to dryness. 

Lead.—Take up with 50 c.c. HCl (conc.), digesting with chlo- 
rate of sodium four hours, adding one-half gram chlorate every 
half hour. Remove from heat just.after last addition of chlorate 
and filter hot solution through 11 cm. papers. Wash sixty times 
with HCl wash (1: 20). If the solution is perfect the residue 
left on the paper will be silicic acid. Thessolution must not be 
too dilute and should contain active chlorine from the last 
chlorating and much free HCl to keep the lead from precipitating 
as chloride. Burn the filter paper in a platinum crucible at the 
lowest possible heat until white. Weigh. Evaporate with HF 
and a few drops of H2SO,4 to remove silica; ignite the dry residue 
to the lowest red heat and weigh again. The loss of weight is 
calculated to percentage of silica. 

Note if this residue is pure white. If it is yellow, tungsten 
may be present. Fuse residue with sodium carbonate (10 grams) 
and dissolve with HCl (1:1). Add this solution to first filtrate 
plus 20 c.c. HeSOx4 (cone.) and evaporate to fumes. Cool; add 
50 c.c. alcohol plus 150 ¢.c. water; stir and let settle overnight 
to precipitate lead sulphate. Filter same; wash sixty times 
with sulphuric acid wash (1 : 40) and evaporate filtrate to fumes 
again to obtain any lead still in solution. Filter out this remain- 
ing lead sulphate; wash as before. 

Combine both papers containing lead sulphate; burn at low 
heat in weighed porcelain crucible; add three drops HNOs 
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(cone.) to oxidize any lead that has been reduced and ignite at 
low heat to drive off all excess nitric acid. Add three drops 
He2SO,4 (cone.); ignite again at low heat to drive off all excess 
sulphuric acid and weigh; the final weight of the PbSO4 multi- 
plied by factor 0.736 equals lead oxide content of ore. 

The filtrate from second lead precipitate is made slightly 
ammoniacal to precipitate all iron and aluminum present. Filter; 
“wash forty times with NH4OH wash (1 : 10) and burn off paper 
in platinum crucible. Precipitate the main molybdenum in the 
filtrate from the iron and aluminum as in molybdenite ore. 
Fuse oxide’ of iron and aluminum in platinum crucible with 10 
grams sodium carbonate. Dissolve fusion in 150 ¢.c. water plus 
20 c.c. H2SO4 and boil off COzgz. Make ammoniacal; filter off 
iron and aluminum and precipitate the remaining molybdenum 
that may have been carried out with the iron, etc., as in 
molybdenite ore. 

Molybdenum.—Combine the two molybdenum sulphide pre- 
cipitates obtained as described in the foregoing and finish for 
Mo0Os3 as in molybdenite ore analysis. 

Carbon Dioxide.—Some wulfenites contain considerable lead 
carbonate. To determine the COs, the powdered substance is 
placed in a carbon combustion furnace and ignited at a red 
heat for thirty minutes in a stream of oxygen, getting the COe 
as in steel. (See analysis found in a sample of wulfenite No. 1, 
given below.) 

Sulphur can be gotten by the hot tube method (see page 122). 

Copper will be found with the MoO; and gotten as a cor- 
rection as in molybdenite analysis. 


Wulfenite No. 1. Wulfenite No. 2. Wulfenite No. 3. 


Per Cent. Per Cent. Per Cent. 


ros 6 phere Leelee 70.27 59.26 61.20 
B86 iid DIET BhGnee.2)| Sue 3.12 
Fe,03 ee Rew yy settee Hi Rane otelal oS ta © Satxeye ares 4 90 
AO as oe ois inc 4.66 6.94 1.05 
ee eee ee em Ae 4.24 
‘ca eR ae ea 7.82 22.62 18.81 
WEA 3 Se MSI Cre cll Ne We csc RN erect 1.00 
Oe) ee ey eee eT 8 Seat 0.58 
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RESULTS OBTAINED BY THE METHOD ON KNOWN MIXTURES 


MoO; Added. 


Mos Found. 


Lead Added. 


Lead Found. 


Per Cent. Per Cent. Per Cent. Per Cent. 
0.0546 0.557 0.1009 0.102 
0.1092 0.108 0.198 0.196 
0.2980 0.2956 0.299 0.300 
Sacre | JIN tS enaaneners 0.398 0.397 


Tungsten.—In the foregoing scheme any tungsten present 
would be found with the lead sulphate. 


CHAPTER V 
Part IV 


DETERMINATION OF TIN ,» BISMUTH AND ARSENIC IN PLAIN 
AND ALLOY STEELS 


DissoLve 2 grams of drillings by heating them in a No. 5 
porcelain dish on the water bath. After action with HCl is 
over begin to further attack the steel, if it contains large quan- 
tities of chromium and tungsten, by additions of potassium 
chlorate, 0.500 gram at a time at intervals of thirty minutes 
until the insoluble residue is bright yellow if tungsten be present. 
Heat until all smell of chlorine is gone. The sample is usually 
well decomposed when the amount of chlorate added equals 
about 2 grams. Now add 50 c.c. of water; heai for a half 
hour; filter out the insoluble residue and wash the same free 
of iron test with dilute HCl. 

The filtrate and washings are made nearly neutral with 
ammonia and 20 c.c. of cinchonine solution are added, if the steel 
contains tungsten, to remove the last traces of the latter. The 
solution is allowed to stand overnight to make sure that all 
traces of tungsten are separated. The tungsten is then filtered 
out, and the filter is washed with cinchonine water as in the 
determination of tungsten. Any traces of tungsten remaining 
behind are very likely to contaminate the tin sulphide, obtained 
later. (This cinchonine solution is made by dissolving 50 grams 
of the latter alkaloid in 200 c.c. conc. HCl and 800 c.c. of 
water.) 

The filtrate and washings from the cinchonine precipitation 
are diluted to 400 c.c. and hydrogen sulphide is passed until the 
mixture of sulphur and sulphides settle well in the hot solution. 
The sulphides are filtered off and washed with hydrogen sul- 
phide water until free of ferrous iron test to ferricyanide of 
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potassium. This requires fifty washings. Two drops of 1:1 
HCl are put in 500 ¢.c. of this wash. 

Burn off the mixture of sulphides at a very low red heat in 
a weighed porcelain crucible. The residue in the crucible may 
contain small amounts of oxides of copper, molybdenum, bis- 
muth, iron and silicon besides the oxides of tin. The oxides are 
heated at a red heat for a half hour after the paper is all burned 
away. The total weight of the oxides is obtained and then the 
oxides are extracted with 20 c.c. of conc. ammonia to remove 
the molybdenum. The residue insoluble in ammonia is filtered 
off; washed with ammonia water; burned off as before; and is 
then heated with 1 : 1 HCl to remove the small amount of iron, 
copper and bismuth that may be present. Again the residue 
insoluble in the HCl is filtered off; washed; and weighed. This 
weight represents the tin oxide together with a little silica. To 
remove the silica the residue, after being weighed free of the 
iron, bismuth and copper, is transferred to a platinum crucible, 
moistened with 5 drops of the conc. H28O4 and evaporated to 
dryness with 5 c.c. of HFl to remove the silica. The crucible is 
then heated to redness again, cooled and weighed. The weight 
so obtained is calculated to metallic tin by multiplying by the 
factor 0.7876. A first-class steel will not show by this method 
much over 0.050 per cent Sn. The author has repeatedly had 
the method tested by adding known amounts of tin to alloy 
steels; and has recovered the amounts added within a fraction 
of a milligram. It must be remembered, in this connection, that 
chloride of tin is volatile; for this reason the author never heats 
the samples much above the water bath temperature during the 
decomposition with hydrochloric acid and chlorate. 

In case it is desired to determine both tin and bismuth, it is 
better to separate these two elements, as given under the deter- 
mination of Bi and Sn in tungsten powder, when much tin and 
bismuth are present, page 95, by the use of yellow ammonium 
sulphide and flowers of sulphur. 


ARSENIC IN STEEL 


Dissolve the steel, 5 grams, exactly as for tungsten in high- 
speed steel (see page 171), using a mixture of equal parts of 
conc. HNO3 and HCl. Continue to attack the steel in this way 
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until the tungsten, if any be present, is a clear bright yellow. 
Evaporate to most dryness, only, with additions of HCl until all 
of the cone. nitric acid has been removed. Finish the arsenic 
in the HCl solution as given in tungsten ores. Weigh the arsenic 
as AsoSs. 


XHAPTER VI' 
Part I 


ANALYSIS OF FERRO-CHROME, CHROME ORE AND 
CARBONLESS CHROME 


FERRO-CHROME and carbonless chrome usually dissolve 
completely in 1:3 sulphuric acid. The ferro should be ground 
as fine as possible. Carbonless chrome dissolves readily with- 
out grinding to any especial degree. 

When a residue of a gritty or metallic nature remains after 
digestion with the dilute acid, it is filtered out, washed twenty 
times with 1:10 sulphuric acid, roasted, fused with twenty 
times its weight of sodium carbonate plus a fifth of its weight of 
potassium nitrate. The fusion is dissolved in water in a platinum 
dish, or porcelain one, and then poured into the main solution. 

* Dissolve from 0.3 to 0.4 gram of sample in 30 e.c. 1: 3 sul- 
phuric acid as described, fusing the residue if there be any. Add 
60 c.c. 1.20 nitric acid, and treat exactly as stated for determina- 
tion of vanadium in ferro-vanadium until the filtering through 
asbestos or a porous crucible to remove the excess of manganese 
oxide has been accomplished. To the cold filtrate add from 1 
to 2 c.c. of the ferricyanide indicator. Add also 50 ¢.c. of 1:3 
sulphuric acid. Titrate at once with a standard solution of ferrous 
ammonium sulphate of double the strength of that used for 
vanadium work. When 3 drops of this standard produce a 
darkening of the green to a blue, after the entire disappearance 
of all red or yellow tints, the end-point is reached. 

Standardization and Calculations.—Dissolve 39.162 grams of 
ferrous ammonium sulphate in water; add 40 e.c. of 1:3 sul- 
phuric acid; and dilute to 1 liter for standard. To standardize 
the ferrous ammonium sulphate weigh into a 5 ounce beaker 
0.500 gram of recrystallized ¢.p. potassium dichromate. Dis- 


* Use from 0.2 to 0.25 gram if Cr in the ferro is over 50 per cent Cr. 
174 
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solve these crystals in a small auantity of water. Add to the 
water solution sulphurous acid until the chromate is entirely 
reduced to a dark green and smells distinctly of SOs: Then 
transfer this green solution to a 400 c.c. beaker containing about 
as much steel, free from chromium, as there is supposed to be 
iron in the ferro-chromium. For example, if the ferro is sup- 
posed to contain 60 per cent chromium, use 0.160 gram of steel. 
The steel is dissolved in 30 ¢.c. 1:3 sulphuric acid before the 
reduced chromium solution is added to it. Put this standardizing 
mixture through all of the analytical operations given for the actual 
analysis of the ferro-chromium, including the addition of the nitric 
acid. 


CALCULATIONS 


The ferrous ammonium sulphate used by the 0.500 gram K,Cr.0; is, for 
example, 102.6 c.c. The percentage of chromium in the dichromate is 35.35. 
Therefore 0.500 X35.35+102.6 0.001724, or 1 c.c. of the ferrous ammonium 
sulphate solution equals 0.001724 gram of chromium. 

A check standardization using 0.600 gram of K2Cr.0; gave 1 c.c. equals 
0.001713. The average value is 0.001718. Suppose 0.300 gram of a ferro- 
chromium required 99.9 c.c. of the sulphate standard: 99.9 X0.001718+0.3 = 
0.5721, or 57.21 per cent chromium. 


CARBON 


The total carbon can be obtained quickly by the means of some 
oxidizing flux in a stream of oxygen. Direct combustions with 
oxygen alone are very incomplete, at least with temperatures 
of 950° C. and under. Decarbonize 1 gram of 60-mesh sample, 
or finer, with 4 grams of red lead, either in the gas or electrically 
heated furnaces. 


SULPHUR AND SILICON 


Fuse 1 gram of the finely powdered alloy in an iron crucible 
with a mixture of 10 grams of Na2O2 and 5 grams of NagCO3 for 
two or three minutes in the manner described under ferro-titanium. 
(See page 57.) Hold the crucible in the flame with a pair of tongs 
giving it a moderate rotary motion during the three minutes of 
quiet fusion. ee 

When the melt is cold, place the crucible on its side in a 
porcelain dish or casserole. Cover it with water; warm it as 
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little as possible to prevent attacking the glaze of the dish. 
When the solution is complete, remove the crucible, rinse off its 
sides into the dish, and rub off and wash into the dish any oxides 
adhering to its inner walls. 

Add an excess of HCl; evaporate dry; take up in water 
and HCl, heating until all but the silica is in solution; cool; 
filter out the silica, mixing in some ashless filter pulp to aid 
filtering and washing; wash free of iron test; smoke off the 
filter from the silica in a platinum crucible and then raise the 
heat gradually and finally blast to a constant weight. Call this 
(A). Evaporate the filtrate and washings from the main silica 
again to dryness to get out the last traces of silica; take up with 
water and HCl as before; filter out the small amount of silica; 
wash it free of iron test with 1:40 HCl; and burn it to an ash 
in the same crucible with (A). The total ash in (A) will now 
contain the total silica. Ignite it to a constant weight ; evaporate 
it to fumes with 15 c.c. of HF and 3 c.c. of 1: 3 H2SO4. Raise 
the heat gradually to a dull red; cool; do not blast; cool and 
weigh. The loss of weight of (A) multiplied by 49.63 and 
divided by the weight taken will give the total per cent of silicon 
in the sample. Deduct the blank before making the calculation. 
Also if the silicon is high, being several per, cents, it should be 
again evaporated. This time with 7 c.c. of HF and 20 drops 
of 1: 3 H2SO.; ignite to a dull red and weigh again to make 
sure all of the silica has been driven off. The residue from this 
second evaporation is fused with twenty times its weight of 
NazCO3 mixed with the equal of its weight of niter. Heat 
slowly to a bright red and keep at this heat for twenty minutes. 
Dissolve the fusion out in water in a platinum or porcelain dish. 
Add 1: 1 HCl to dissolve the fusion if a porcelain dish is used, 
as the hot alkaline solution will attack the glaze of the dish. 
Clean the crucible with a little acid; add these cleanings to the 
solution of the fusion; add an excess of HCl; heat until all is in 
solution; and add the entire fusion to main filtrate and washings 
from the second evaporation made to get out the last traces of 
silicon. This total solution will now contain all of the Cr, Mn, 
S, Al, P, Cu, Ni and V and can be analyzed for these elements 
by nearly the same methods as given for ferro-titanium by fusion. 
However, it is better to get the phosphorus and sulphur only 
from this solution, ; 
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SULPHUR AND PHospHoRus 


Add a slight excess of ammonia to the solution last men- 
tioned; heat; filter out hydroxides of iron, etc., using two 
funnels and 15 em. filter papers as the precipitate will be of large 
bulk. Wash with water; acidulate the filtrate and washings 
with HCl; add 10 c.c. excess of 1: 1 HCl; volume at this stage 
should be not much over 400 ¢c.c. Too much free HCl prevents 
the complete precipitation of BaSO4; on the other hand if the 
solution.is too nearly neutral the BaSO. forms in a state of 
extremely fine division, settles very poorly, and has a decided 
tendency to run through the filter paper. 

Now add to the hot solution 50 c¢.c. of a saturated solution 
of BaSOx« diluted with 100 c.c. of water; stir thoroughly and let 
settle overnight. Finish the sulphur as in steel by the gravi- 
metric method. The hydroxides of iron, chromium, etc., on the 
two filter papers contain all of the phosphorus. Dissolve them 
off the filter papers as far as possible with hot 1: 1 HCl; wash 
the papers thoroughly with water. Burn them to an ash; fuse 
the ash with twenty times its weight of NazCOz mixed with once 
its weight of KNO3. Dissolve out the melt in HCl and add it 
to the main solution of the hydroxides. Then evaporate the 
latter to 15 c.c.; add 75 c.c. of conc. HNO3; heat with the cover 
on until all action is over; evaporate to 15 c.c. again; repeat the 
evaporation with cone. nitric, using 50 c.c. 

Wash the nitric solution of the hydroxides into a 125 c.c. 
beaker and evaporate to 25 c.c. Add 20 c.c. of cone. nitric acid; 
heat to boiling; remove from the fire and add, at once, 50 c.c. 
of the faintly ammoniacal solution of ammonium molybdate. 
Stir rapidly for two or three minutes; filter off the phospho- 
molybdate as soon as it has settled. Finish as for phosphorus 
as in steel. 


CHROMIUM 


Instead of running all of the nitric acid solution of the iron 
and chromium for phosphorus, it can be divided into two equal 
parts. One part can be finished for phosphorus and the other half 
can be diluted to 300 c.c., boiled with KMnOy, and finished by 
titration with ferrous ammonium sulphate as already described 
for chromium. 
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The scheme described on pages 47-48 for the analysis of ferro- 
titanium calls for the transfer of the solution containing the 
total Cr, Mn, 8, Al, P, Cu, Ni, etc., to a liter flask; dilute to 
the mark; mix well; repeatedly inverting the stoppered flask. 
50 to 100 e.c. of this solution are measured off into evaporating 
dishes. 


MANGANESE 


To this 50 and 100 c.c. are then added 10 ¢.c. of 1 : 1 HCl and 
then a slight excess of a thick cream of zine oxide and water 
to remove the chromium. Chromium interferes seriously with 
the determination of manganese by lead peroxide method. Filter 
off the precipitate, consisting of hydroxides of iron and chromium; 
wash them thoroughly with water. Add to the filtrate and 
washings about 15 ¢.c. of 1:3 HeSO4 and evaporate to thick 
fumes to remove the HCl. 

Add 10 ¢.c. of water and heat until all sulphate is dissolved; 
transfer the solution to a 101 inch test tube; add 10 c.c. of cone. 
HNOs and finish by boiling with brown lead peroxide; titrate 
for manganese as in steel with standard sodium arsenite solution. 
If the manganese is higher than 2 per cent, the sulphate solution 
should be finished with a larger amount of nitric acid; boiled 
with more brown lead; and titrated with ferrous ammonium 
sulphate as described on page 345 for per cents up to 16 per 
cent Mn, 


Iron, ALUMINUM AND MANGANESE BY SOLUTION IN HF anp 
H2S0O4 


Dissolve 1 gram of the finely powdered alloy in the same way — 
as described for ferro-titanium, in a covered platinum dish in 
10 c.c. of HF; warm in a good draught; remove from the heat; 
add a few drops of cone. nitric acid; when action is over, continue 
to add the HNO3 until a total of 5 ¢.c. has been used; remove 
the lid; wash the under side of the cover into the dish; add 
10 c.c. of cone. H2SO04; evaporate to slightest fumes only (difference 
from titanium procedure). If a solution containing chromium 
is evaporated to thick fumes of SO3, the chromium becomes very 
insoluble. 
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The sulphate of iron (chromium, Al, Mn, etc.) is again gotten 
into solution by heating it with water and H2SO4. It is again 
evaporated to slight fumes to insure the complete removal of 
the chlorides. The sulphates are again dissolved by heating with 
water; the whole is transferred to a liter flask; and diluted 
to the mark; mixed well by repeatedly inverting the flask. The 
500 c.c. portion taken for the Al, Fe is evaporated to 300 c.c. 
and peroxidized in a beaker by adding Na2O2 until slight alka- 
linity is obtained to litmus paper; 5 grams excess peroxide and 
5 grams of NagCO3 are added and the whole is brought to a boil 
for a few seconds only. The volume at this stage should be about 
600 ¢.c. ‘The iron hydroxide, which still may contain con- 
siderable Cr and Al, is filtered off and washed with carbonate 
water (5 grams dissolved in 500 c¢.c. of water). The yellow 
filtrate and washings will contain most of the Al and Cr. The 
iron hydroxide is dissolved off the filter with hot 1:1 HCl. 
The filter paper is washed thoroughly with 1 : 40 HCl until free 
of iron test. The filter paper is saved. 

The filtrate and washings are again peroxidized as before; 
the iron hydroxide filtered off and washed. If the filtrate and 
washings are still yellow, the iron hydroxide must be again dis- 
solved off as before, the filter washed free of iron and saved. 
The filtrate must be again peroxidized and so on until an alkaline 
filtrate and washings are obtained free of yellow and on neu- 
tralizing to turmeric paper gives only a slight cloud of Al hydroxide 
or none at all. Where much Cr or Al or both, are present this 
may require at least three peroxidations. 

The filter papers from which the iron hydroxide is dissolved 
off prior to each peroxidation, are saved, as stated, and burned 
to an ash at a low heat; weighed. The ash (which may be 
partly fused already from the small amount of carbonate remain- 
ing in it from the washing), is fused with twenty times its weight 
of NaeCOs3 and twice its weight of niter for fifteen minutes at a 
bright red heat; the melt is dissolved out with water; filtered; 
washed with carbonate water; the filtrate and washings are 
added to the yellow filtrates from the peroxidations of the iron. 
However, if this filtrate and washings from the fusion of the ash 
shows green tints, it contains sodium manganate which must 
be removed by heating in the filtrate and washings, a few drops 
of alcohol. The Mn will settle out as a brown precipitate, 
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which is filtered out and washed with carbonate water. This 
operation should be done before the solution of the fused ash 
is filtered in the first place. 

The residue on the filter from the solution of the fused ash 
is added to the main iron hydroxide which is left on the filter 
after the last peroxidation to remove the last traces of the Al 
and Cr. This iron hydroxide (which is now free of Al and Cr), 
together with the small residue obtained from the fusion of the 
several filter paper ashes after the warming of the water solution 
of the fusion with alcohol, will contain the total iron and 
manganese in the one-half gram portion of the alloy. 

Iron and Manganese.—The last-mentioned chromium-free 
iron and the small residue of iron and manganese on the filter 
from the water and alcohol solution of the fused filter ash can 
now be dissolved off the respective filters with hot 1:1 HCl 
as far as possible. To make sure of dissolving all of the manga- 
nese treat the filter papers further with some sulphurous acid 
water which is most effective in dissolving manganese. Then wash 
thoroughly with 1:40 HCl and dilute sulphurous acid water. 
The filtrate and washings are then evaporated to thick fumes 
with 40 c.c. of 1: 3 H2SO4. Cool; heat with water and 10 c.c. 
more of H2SOx, until all sulphates are dissolved; cool; transfer 
to a 500 c.c. volumetric flask; dilute to the’ mark; mix well; 
take one-half and put through the reductor for iron, as in iron 
ore, and finish the other part in 50 and 100 c.c. portions for 
manganese as in steel, proceeding according to whether the 
manganese is Over or under 2 per cent Mn. 

Aluminum.—<As just described, the 500 ¢.c. of the iron- 
chromium aluminum solution are peroxidized until a filtrate 
and washings are obtained that are free from yellow tint and 
do not give even a slight cloudiness when made just neutral to 
turmeric paper and still slightly acid to litmus paper. 

The several alkaline filtrates and washings together with the 
small filtrate from the water solution of the sodium carbonate 
fusion of the filter ashes (the water solution in which the few 
drops of alcohol were heated to precipitate any manganate) 
will contain all of the Cr and Al and V & any Is present) in 
one-half gram of the alloy. 

These filtrates and the small alcoholic filtrate are each in 
turn neutralized to turmeric with HCl as fast as they are obtained 
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to note the amount of Al being separated at each peroxidation. 
In this way one can tell whether it is necessary to make another 
peroxidation or not. 

The precipitates of Al hydroxide obtained from the neu- 
tralization of these filtrates and washings are combined on one 
15 em. filter, after mixing in with them some ashless filter paper 
pulp to aid the filtration and washing. Filter on a double filter 
paper. Wash with ammonium nitrate water (5 grams of the 
salt dissolved in 500 c.c. of water). The washed Al will contain 
too much occluded salts for ignition and weighing, therefore it 
is dissolved off the filter with hot 1: 1 HCl, pouring the latter 
back and forth over the paper and pulp several times, stirring 
up and upsetting the latter to make sure that the acid gets to 
all parts of it. The paper and pulp is then washed with 1 : 40 
HCl and then with water, stirring and upsetting the pulp fre- 
quently and permitting each washing to drain off thoroughly 
before another one is applied. 

This filter paper and pulp is saved to burn with the repre- 
cipitated Al. The Al can now be precipitated from the hot - 
filtrate and washings free of occluded salts with slight excess of 
ammonia. It is boiled two or three minutes, filtered off and 
washed as before. It is smoked off in a platinum crucible in 
which the previous filter paper and pulp (from the crude Al 
solution) has been burned. The carbon-free ash is blasted to a 
constant weight and weighed as AleOz plus a little Cr203 plus 
a little SiO2 plus a little P2Os if any of the latter be in the 
reagents. 

The Al203, etc., after blasting and weighing, is evaporated 
with 7 c.c. of HF and 4 e.c. of 1: 3 H28O4; ignited and weighed 
again as AloOs plus a little Cr2O3 plus what little P2O5 is gathered 
from the reagents. To correct for the two latter impurities fuse 
the Al,O3, etc., with twenty times its weight of Na2O3 plus the 
equal of its weight of niter at a bright red heat for thirty minutes. 
Dissolve the fusion out in water. Transfer it to a porcelain 
dish; acidulate it with HCl; heat with the cover on until most 
of the COs is gone and all is in clear solution; cool; transfer to a 
500 c.c. volumetric flask; dilute to the mark; mix well; take 
250 c.c. and evaporate it twice to slight fumes with 1: 3 HeSOg4; 
cool it; add water; heat until all is dissolved and finish for Cr 
as in steel; calculate the Cr so found to Cr203 by use of the factor 
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1.4615. Deduct the milligrams of CreO3 so found from the 
AloO3, etc. The remaining 250 c.c. are converted to nitrates 
by evaporating twice to 10 to 15 c.c. with 75 ¢.c. of cone. nitric 
acid; transfer to a 150 c.c. beaker. Finish for phosphorus as in 
steel; multiply the milligrams so found to P2Os by use of the 
factor 2.2886. Deduct the P2Os obtained from the Al2QOsz, etc., 
remaining after Cr203 was deducted. The AlgO3 having been 
freed of Si02 by the HF and corrected for Cr2O3 and P20Os, the 
remainder of weight is now calculated to Al by use of the factor 
0.53033. This product multiplied by 100 and divided by 0.500 
will give the percentage of Al in the alloy. 


IRoN AND CHROMIUM (Second) 


Iron.—The other 500 c.c. portion of the original liter solution 
of the 1 gram of the alloy by HF and H2SO4 and HNOs can be 
divided into two parts—250 c.c. (equal to 0.250 gram of the 
sample), and put through the reductor and titrated for iron, as 
Cr does not interfere with this titration with standard KMnO,4 
except the color effect it may have on the pink end-point. 

Chromium.—200 c.c. of the liter solution (equal to 0.200 gram 
of the sample) can be boiled with an excess of _ KMn0Oq; filtered; 
and the filtrate finished for Cr by titration with standard ferrous 
ammonium sulphate, back titrating to a slight pink with standard 
KMnO, as described on page 17. Or by use of potassium 
ferricyanide as an internal indicator it can be titrated to a blue 
end-point with standard ferrous ammonium sulphate, alone, 
for Cr. 

The total Cr can also be obtained by combining all of the yellow 
filtrates from the Al hydroxides precipitated by neutralizing the 
alkaline filtrates obtained when the Al is separated from the 
iron, etc., by peroxidation. Add to the Cr so found the small 
amount found in the final AlsO3. 

Method for Soluble Ferro-chromium and Metallic Chro- 
mium.—Low silicon ferro-chromium and metallic chromium are 
of this type. The method answers well for Fe, Mn, Cr, Al, 
Ni, Cu and Si, but not for P or As. 

Method.—Dissolve 1 gram of the finely powdered alloy as 
far as possible in 40 ¢.c. of 1:3 sulphuric acid. Evaporate to 
slight fumes of SO3. Redissolve in water and a little more 
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H2SO4, heating until all sulphate of iron is in solution; filter 
out the silica; wash it with 1:40 H2SO4; then with water; 
evaporate the filtrate and washings again to slight fumes, only. 
If taken to heavy fumes, the anhydrous chromium sulphate 
formed is very insoluble. Take up again as before, filtering out 
the silica that may not have been separated by the first evap- 
oration. Wash free of iron as in the first evaporation. Burn 
the silicious residues from the two evaporations together; ignite 
and weigh; evaporate with 15 c.c. of HF plus 10 drops of H2S04; 
ignite again as before. The loss of weight equals the SiOz, 
which, multiplied by 46.96, gives the Si. 

The residue in the crucible after the HF evaporation and 
weighing is fused with twenty times its weight of NagCO3 and 
the equal of its weight of niter; the melt is dissolved out in 
water; the crucible is cleaned by warming in it a little 1:1 
H2804; the water solution is acidulated with H2SO4; heated 
until all is dissolved and added together with the cleanings of 
the crucible to the main filtrate from the last evaporation to 
remove the last of the silica. 

The filtrate and washings now contain all of the Cr, Mn, 
Fe, Al, Cu, Ni, and V in the alloy, and these elements are deter- 
‘ mined exactly in the same manner as described when the alloy 
is dissolved in HF plus HNOs3 plus H2S8Ou. 


CoprpER AND NICKEL 


Get 1 to 5 grams of the sample into solution by the HF— 
HNO3—H2SO1 method or by the method for soluble ferro- 
chrome; saturate the sulphate solution with He2S; filter out the 
copper sulphide; wash it with slightly acidulated HeS water; 
finish the copper as in steel. The filtrate and washings from 
the copper are evaporated to slight fumes, adding a few crystals 
of KCIO3 before the evaporation becomes too concentrated. 
(Chlorate explodes if heated with concentrated sulphuric acid.) 
The oxidized sulphate solution can then be finished by precip- 
itating the nickel out with dimethyl, keeping the Cr and Fe from 
precipitating by use of citric acid. See method for steel. When 
the sample is gotten into solution by the method for soluble 
ferro-chrome and metallic chrome, the H2S should not be passed 
until the residue from the HF evaporation is fused, dissolved, 
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and put back into the main filtrate from the silica as this residue 
may contain an appreciable amount of the copper. 

Blanks and Check Mizxtures——The operator should without 
fail run blanks when making any of the determinations described 
under the Analysis of Ferro-Chromium. The iron can be added 
in the form of a steel of a known iron content or a standard 
iron ore. The chromium can be added as recrystallized potas- 
sium dichromate; the copper as metallic copper; the nickel as 
the double sulphate of nickel and ammonium; and the Al as 
metallic Al. As the latter is very slightly soluble in H2SOz, it 
can be first dissolved in HCl; converted to sulphate by fuming 
it with H2SO4 and then added to the solution of the mixture 
before evaporating it to dryness to get the silicon blank. 


SuLPHUR BY EVOLUTION IN A STREAM OF HYDROGEN SATURATED 
witH HCl; at A TEMPERATURE OF ABOUT 950° C. 


Place 0.500 gram of the finely powdered sample in a tapered 
clay combustion tube; fill the cold tube with the H; turn on 
the electric current; raise the heat gradually to 950° C.; con- 
tinue to pass the acid hydrogen, catching the H2S formed in a 
10X1 inch test tube filled three-fourths. full of ammoniacal 
cadmium chloride solution. Change absorbing solution every 
forty-five minutes until a tube is obtained that shows no cadmium 
sulphide, Finish by titrating with iodine standard as in steel. 


CHROMIUM IN CHROME ORE 


Fuse 0.6 gram with 8 grams of sodium peroxide in a 45 c.c. 
porcelain crucible. Keep the fusion molten for five minutes. 
Three or four melts can be made of chrome ore in a porcelain 
crucible before the peroxide cuts through. 

Place the crucible in a 375 c.c. casserole. Cover with a watch 
glass. Stand the crucible in the bottom of the casserole. Allow 
water to flow slowly down the under side of the watch glass and 
drop into the open crucible. The melt promptly boils up and 
dissolves in a few moments. Remove the crucible. Boil the 
water solution, without filtering, for one-half hour to remove 
all hydrogen peroxide. The excess of peroxide would reduce 
some of the chromic acid, if allowed to remain, just as soon as 
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the fusion is acidulated with the sulphuric acid. Add 50 c.c. 
excess of 1 : 3 sulphuric acid. 

Add 3 c.c. of the ferricyanide indicator to the cold sulphuric 
acid solution and titrate it as in ferro-chrome, using the same 
standard. Standardize by fusing 0.340 gram of potassium 
dichromate in 8 grams of peroxide in a porcelain crucible, and 
complete the operation as in actual analysis. Multiply the number 
of milligrams of metallic chromium found by 152 and divide 
by 104 to obtain the milligrams of chromium oxide in the ore, or 


19 
Crx75 = Cr203. 


As the samples of ferro-chromium and chrome ore are likely 
to vary somewhat, especially in the case of ferro-chromium, 
several determinations should be made of the same sample and 
the results averaged. 

Porcelain crucibles are not suitable for fusion of metals with 
sodium peroxide, as great heat is generated, causing the crucible 
to crack. This is not the case in chrome ore. 


INSOLUBLE FERRO-CHROMIUM 


Ferro-chrome that is not attacked by acids can be conven- 
iently assayed for chromium as given for chrome ore, but as 
the porcelain crucible usually cracks during the cooling a new 
crucible is needed for each fusion.* 

Weigh 0.500 + gram of the finely ground ferro and fuse it 
with 8 grams of sodium peroxide. 


Tur DETERMINATION OF CHROMIUM IN FERRO-CHROMIUM 
BY FusIoN IN AN IRON CRUCIBLE 


Fuse 0.200 gram of the ferro if the chromium is about 65 to 
70 per cent in chromium content, or a proportionately larger 
weight if the chromium content is lower, in a 70 ¢.c. iron crucible 


*TIron crucibles are preferable for this work. Use a 65 c.c. crucible. 
Keeping the lid on, grasp the body of the crucible with the forceps; hold it in 
the flame of a Bunsen burner until molten. Then give the crucible a slight 
rotary motion for a period of three or four minutes, or until the entire mass 
is in a state of homogeneous fusion. 

- + From 0.2 to 0.25 gram if Cr in the ferro exceeds 50 per cent Cr. 
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with 8 grams of sodium peroxide. In making the fusion the 
crucible is held in a pair of tongs and given a moderate swirling 
motion in the flame of an ordinary Bunsen, blast burner. In 
two minutes the melt should be liquid and after two more minutes 
the fusion should be perfect. During the fusing it is wise to 
place the burner in an enameled ware pan as, in case the flux 
cuts through the crucible, the drops of the red-hot flux will be 
caught in the pan, instead of being spread far and wide. After 
cooling the crucible is placed in a 600 c.c. casserole; a lid is 
placed on the latter and the fusion is dissolved in 150 c.c. of 
water, which is allowed to flow very slowly down under the 
watch glass into the open crucible. The water solution of the 
fusion is boiled for a half hour to remove all hydrogen peroxide; 
the crucible is removed from the casserole; 150 c.c. of 1:3 sul- 
phuric acid are added; and the solution is heated for ten minutes. 
The iron scales are filtered out on an asbestos plug (see page 298) 
and the plug is washed with water thoroughly; the filtrate and 
washings are diluted to 400 c.c. with distilled water; 3 c.c. of 
indicator are added (5 grams of potassium ferricyanide dis- 
solved in 120 c.c. of water) and the solution is titrated to the 
first distinct blue with the same standard as given on page 174. 

Chrome Ore-——Chrome can also be analyzed as above for 
chromium, taking 0.500 gram for the analysis; but for the most 
accurate work the author prefers the method given on page 184, 
as the fusion in porcelain dissolves in the sulphuric in the most 
satisfying way, being as clear as a filtered solution except for a 
few scattering pure white flakes of floating silicic acid. The 
fusion in porcelain is also desirable for iron determination as 
the sulphuric acid solution can be reduced at once without sepa- 
rating the chromium and titrated for iron with the standard 
permanganate solution (see page 443). 

Standardization—For either of the above methods fuse 
0.400 or 0.450 gram of recrystallized potassium dichromate in 
8 grams of the sodium peroxide and put the same through all 
of the above operations and titrate the resulting solutions with 
the permanganate solution to be standardized, calculating the 
chromium value of the standard in the same manner as given 
on page 174. 


CHAPTER VI 
Part II 
- THE ANALYSIS OF CHROME CEMENT 


Ignition Loss.—Heat 1 gram of sample for a half hour in a 
weighed platinum crucible at a bright heat and weigh the cru- 
cible and its contents again and note the loss of weight. Return 
the crucible to the flame and heat at ten-minute intervals until 
the loss for ten minutes heating no longer exceeds 0.0002 gram. 
The total loss of weight is calculated to percentage as the ignition 
loss. 

Silica, Iron and Aluminum Oxides.—Fuse 0.5 gram of sample 
with 15 grams of potassium acid sulphate (KHSO4) in large 
platinum crucible, in the manner described on page 56, until a 
clear solution is obtained. Cool; dissolve in water and hydro- 
chloric acid. Boil; filter off the silica; wash it; finish it as 
usual getting the loss of weight with HF and a few drops of 
conc. H2SO4. The residue remaining in the crucible after this 
evaporation and ignition is fused with 4 grams of KHSOx. 
Dissolve it as in the main fusion, adding the solution to the 
main filtrate from the silica. This filtrate contains all of the 
iron and aluminum. The aluminum is separated from the iron 
by peroxidation with sodium peroxide until a filtrate is obtained 
that does not show any more precipitate with the HCl than a 
blank determination. (See page 178.) The iron on the filter 
from the last filtration together with any that may be adhering 
to the walls of the peroxidation flask is dissolved in HCl and 
finished by reduction with stannous chloride as in iron ore. 
The iron found is calculated to FeO. The aluminum is purified 
from occluded salts by redissolving it in HCl and reprecipitating 
it with a slight excess of ammonia. Before filtering off the 
aluminum it should be boiled for some minutes. It is washed 
with ammonium nitrate wash, ignited, blasted, cooled and 
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weighed as AlsO3 plus a little silica which is removed by evap- 
oration with some HF plus 10 drops of cone. H2S04. Deduct 
blanks. 

Chromic Oxide.—Fuse 0.3 or 0.4 gram of the sample in 8 
grams of sodium peroxide in an iron crucible and finish as in 
chrome ore. (See page 184.) 


RESULTS 
Per Cent. Per Cent. 
enition loss enter te 2.34 PUliCa 2) eis ae Bal 
Tron monoxide (FeO)... 30.00 Chromic oxide (Cr2Q3). . 40.80 
134 WSs ee a cae 23.20 


Notr.—Sodium carbonate fusions are not successful as a method of 
decomposing the above cement. 


ee 


CHAPTER VII 
Part I 


THE DETERMINATION OF LARGE AND SMALL PER CENTS OF 
ALUMINUM AND ZIRCONIUM BY FIRST REMOVING THE 
BULK OF THE IRON WITH AMMONIA 


ALUMINUM IN PLAIN STEEL 


DiIssOLVE on a low flame 5 or 10 grams of steel in 50 ¢.c. 1:3 
H2SOx.4 diluted with 50 c.c. of water. After action is over filter 
off the insoluble residue which is mainly carbon and carbides, 
wash it twenty-five times with dilute H2SO4 wash. Call this 
filtrate and washings (A). The insoluble residue may contain 
Al, so it must be ashed in a platinum crucible at a low heat; 
cooled; 6 c.c. of HF plus 6 c.c. of 1:3 sulphuric acid added; 
evaporated to thick fumes of SOs; cooled; a little water added; 
heated to dissolve the sulphates and the clear solution is added 
to (A). Then dilute (A) to 250 c.c. volume with water and add 
slowly 1:1 ammonia with constant stirring until the reddish 
precipitate changes to a blackish color. All the aluminum is pre- 
cipitated with but 3 or 4 per cent of the iron. Filter aluminum 
plus a little iron off at once; redissolve it in 50 ¢.c. hot 1:1 
HCl, pouring the acid back and forth until all the iron and alu- 
minum are in solution. Wash the filter paper about forty times 
with dilute HCl water. Peroxidize the filtrate with sodium 
peroxide until the solution changes red litmus paper to a blue. 
Add about 5 grams of sodium carbonate; bring it to a boil and 
filter off the iron. Wash the precipitate about thirty times 
with water. . 

If the pulp mixed with the precipitate is washed thoroughly 
no more aluminum will be left with the iron, otherwise it is neces- 
sary to redissolve the iron in hot 1: 1 HCl and make another 
peroxidation. To the filtrates add 1:1 HCl with constant 
stirring until turmeric paper does not change even to faintest 
brown when dipped into the solution, but red litmus paper turns 
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slightly blue when dipped into it. Aluminum is precipitated at 
this stage. After a few hours, especially when aluminum per 
cent is low, filter off the precipitate and wash it about forty 
times with ammonium nitrate, to remove the salts as far as 
possible.. To free the aluminum from all sodium salts the alu- 
minum is redissolved in 50 c.c. hot 1: 1 HCl. Wash filter forty 
times with dilute HCl wash. (Wash the filter paper free of 
chloride with water and save it to burn with the main final pre- 
cipitate, as aluminum is liable to remain in the filter.) 

Precipitate the aluminum by adding 1: 1 ammonia to the 
filtrate until faintly ammoniacal. Bring it to a boil and filter 
off the aluminum hydroxide. Wash it free of chloride with 
ammonium nitrate. Burn off in a weighed platinum crucible 
and blast it to a constant weight. Weigh it as AleO3 plus SiOz. 
Remove the silica by evaporation with a few drops of 1 : 1 HeSO4 
‘and 10 ¢.c. of HF. The remainder is AlgO3. Multiply by 
53.033 to calculate to percentage of aluminum. 


ALUMINUM RECOVERIES FROM STEEL 


Weight of Aluminum Aluminum Weight. of Aluminum Aluminum 
Steel Taken. Added. Found. Steel Taken. Added. ound. 


15 grams | .010 gram | .0102 gram 5 grams .030 gram | .030 gram 
10 .020 .0199 5 .1Q0 . 1005 
5 .050 .0508 


Same weights of steel without any aluminum added were put 
through all of the foregoing operations and the blanks found 
were deducted from the above five samples. All filter papers 
from which any precipitates are dissolved off with acid must 
be washed free of iron and ashed. The ash is always liable 
to contain some Al. This ash is fused with twenty times its 
weight of sodium carbonate at a bright red heat; the melt is 
dissolved out in 1:1 HCl; a peroxidation is made of it in a 
small volume and any aluminum it contains is gotten exactly as 
in the foregoing, and burned off with the main aluminum before 
it is evaporated with HF and a little H2SO4 to remove the silica. 

By the method as given extremely small amounts of Al can 
be detected and determined with great accuracy. 

Test Mixture—Dissolve a known amount of metallic alu- 
minum in 1: 1 HCl, fume it with 1: 3 H2SOu, dissolve in water, 
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and 1:3 H2SO4; and add this Al sulphate to the sulphuric acid 
solution of a plain carbon steel before it is filtered free of the 
free carbon and carbide residue. Then put this through all 
the operations. Any of Al recovery in excess of the amount 
added, equals the blank to be deducted. Use same weight of 
plain carbon steel as is used for the Al steel. 


Norts.—All U, V, Cr, Zr, and Ti present come down with the aluminum, 
and are filtered off with the Al away from the bulk of the iron when the 
first ammonia precipitation is made. The above method for Al removes 
everything away from the Al except small contaminations of Cr and V, if 
these two elements be present in large quantities. To correct for traces of 
Cr and V, the Al,O; plus a little Cr and V oxides can be fused with sodium 
carbonate and a little niter in a platinum crucible; the fusion dissolved out 
in water; made acid with HCl and heated until in clear solution in a casserole; 
converted to sulphates; boiled with a slight excess of KMnQ,; filtered 
through a porous filtering crucible; titrated for V and Cr in the usual way 
with KMnO, standard and ferrous-ammonium iron sulphate standard, with 
ferricyanide as an internal indicator. The V and Cr so found are calculated 
to V20; and Cr.O; and deducted. All this is rarely necessary, but should be 
done if the Al,O; is not fairly white or looks grayish from Cr,O; or golden 
yellow from V2Os3. 


ALUMINUM AND ZIRCONIUM 


Dissolve 4 grams of sample in 50 c¢.c. of 1: 3 H2SOx4 diluted 
with 50 c.c. of water. After action is over, filter off the insoluble 
residue which is mainly carbides. Wash the carbides twenty- 
five times with dilute H2SO4 wash. Call this filtrate and wash- 
ings (A). The insoluble carbides will contain some Al and Zr. 
Ash these in a platinum crucible at a low red heat. Cool; add 
6 c.c. HF plus 6 c.c. of 1: 3 H2SO4; evaporate to thick fumes; 
cool; add a little water, heat until all sulphates are in solution 
and add latter to (A). Dilute (A) to about 250 c.c. volume with 
water and add 1 : 1 ammonia with constant stirring until the first 
appearance of a black precipitate forms. Add a few drops in 
excess. At this stage all the zirconium and aluminum have been 
precipitated with a very small percentage of the iron. Filter off at 
once and redissolve precipitate in 50 c.c. of hot 1: 1HCl. Wash 
the paper with dilute HCl wash till it looks perfectly white. Con- 
centrate the filtrate and washings to about 50 c.c. volume and 
peroxidize with sodium peroxide till the solution is alkaline. 
This peroxidation is carried out in the following manner; add 
from a small porcelain spoon about | gram at a time of Na2Oz. 
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Rinse off spoon into beaker with each addition of the peroxide and 
stir the solution each time and so on until the solution is alkaline. 
By this process the volume reaches about 300 c.c. by the time it 
is alkaline. Then add 5 grams of NagCOs3; bring it just to a boil 
and filter off the iron and zirconium. Wash precipitate with 
water about twenty-five times. The filtrate contains the alu- 
minum. Redissolve the iron and zirconium in 50 c.c. of hot 
1:1 HCl and peroxidize again as before to remove the last 
traces of aluminum. 

Add to the filtrate 1:1 HCl with constant stirring until 
turmeric paper does not change even to a faint brown when 
dipped in the solution, but red litmus paper gives a slight alkaline 
reaction. Keep cover on while adding the acid. Leave alu- 
minum settle for a few hours and after filtering it off, wash it 
~ about forty times with ammonium nitrate wash. Redissolve 
the aluminum with hot 1:1 HCl; wash it with dilute HCl 
water (wash the papers also with water and burn off with the 
main precipitate as some aluminum is liable to remain in the 
papers). 

To the filtrate and washings add~1: 1 ammonia till slightly 
ammoniacal. Aluminum is precipitated. Now bring it to a 
boil, filter it off and wash it free of chloride. Burn it off in a 
weighed platinum crucible to a constant weight. Remove the 
silicon by evaporation with HF acid and a few drops of 1:3 
H2804; again weigh as AlzO3. Multiply by 53.033 to calculate 
to percentage of aluminum. 


IRON AND ZIRCONIUM 


The iron and zirconium on the filter are dissolved in 30 c.c. 
of hot 1:3 HeSO.4 diluted with 50 c.c. of water. Wash the 
paper about forty times with dilute sulphuric wash. Add to 
the filtrate 20 c.c. of a saturated solution of NagHPOx, (di-sodium 
phosphate); stir well. Add 1:1 ammonia slowly till a pre- 
cipitate just starts to form. Zirconium phosphate comes down 
at this stage with very little iron as the solution is still acid and 
most of the iron is in solution. The more zirconium with the 
sample the less ammonia it is necessary to add before a pre- 
cipitate starts to form. After a few hours, preferably overnight, 
filter off the zirconium phosphate plus some iron phosphate, 
plus some silicon. Wash the phosphate with water forty times. 
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Burn it off in a weighed platinum crucible. Add about 10 drops 
of cone. sulphuric acid and 10 ¢.c. HFl. Evaporate just to SO3 
fumes. Transfer the insoluble residue into a beaker. The iron 
phosphate will be in solution as iron sulphate while the zirconium 
phosphate is insoluble. Warm the solution for a while to redissolve 
the iron sulphate that may be separated out. Filter off the insoluble 
residue; wash it about fifty times with water and burn it off 
in the same platinum crucible. (Some of the zirconium may 
stick to the crucible and cannot be transferred to the filter.) 
Burn it to a constant weight and weigh as zirconium phosphate, 
using the original weight of the crucible gotten just before the 
zirconium phosphate plus a little iron phosphate was burned in 
it. Multiply by 0.3836 to calculate to zirconium. 

Standards were prepared by adding a known weight of metallic 
test aluminum and ZrO2 (Zirconium Alba) to a plain steel; 
treated the same way as the samples. The recoveries are accu- 
rate. See table -below. 

Test Mixtures of Fe, Al, and Zr—(1) Fuse ZrO2 with potas- 
sium bisulphate, dissolve the melt in dilute sulphuric acid to get 
it in solution. 

(2) Dissolve metallic aluminum in 1:1 HCl; fume it with 
sulphuric acid. Dissolve in water to get it in solution. 

(3) Pour (1) and (2) into the sulphuric acid solution of the 
drillings of the plain steel. 


RECOVERIES 


Added. 


.015 gram aluminum 
.030 gram aluminum 
-050 gram aluminum 
.025 gram aluminum 


.011 gram zirconium 


Found. 


.0164 gram aluminum 
.031 gram aluminum 
.0495 gram aluminum 
.0265 gram aluminum 


.0108 gram zirconium 


.0214 gram zirconium 
.0365 gram zirconium 
.0185 gram zirconium 


.022 gram zirconium 
.0368 gram zirconium 
.0184 gram zirconium 


SAMPLE ~™ SO-CALLED “ZIRCONIUM STEEL” SUBMITTED 
FOR ANALYSIS 


SRNR gia ers.» Al, .41 per cent; Zr, .13 per cent; Si, .77 per cent. 
Sdtiple Bil... oc... ee: Al, .56 per cent; Zr, .17 per cent; Si, .75 per cent. 


CHAPTER VII 
Part II 


THE COMPLETE ANALYSIS OF ZIRCONIUM-NICKEL-ALUMINUM- 
IRON ALLOY, FERRO-ZIRCONIUM, AND ZIRCONIUM STEEL 


Tuts alloy was offered as ‘‘Zirconium-Nickel,” but the analysis 
showed it to be more of a nickel-aluminum combination. 

Method.—0.5 gram of the alloy is dissolved in 90 c.c. of 1: 1 
HCl over a low flame. It is a decided advantage to get rid of 
the bulk of the nickel by an ammonia separation; the Al, Ti, 
Fe, and Zr are precipitated with 1:1 ammonia, adding the 
reagent until it is in excess and then an excess of 15 c.c. The 
volume at this point is about 200 ¢.c. 

Dissolve the precipitate off the. filter with hot 1:1 HCl; 
wash the filter thoroughly with HCl water about sixty times; 
then about ten times with water. Burn off this paper in a 
platinum crucible and evaporate the ash; with HFl and a few 
drops of H2SO4 to remove the silica. Hold this residue to add 
to the main precipitate. The above HCl solution of the Al, 
Zr, Fe, Ti is again precipitated with an excess of ammonia to 
remove the rest of the nickel. This precipitate is burned off 
in the same platinum crucible as the first ash. 

Fuse the total ash with 15 grams of KHS0Oz, cautiously, 
very gradually raising the heat to low red and until all is dissolved 
to a clear melt. Dissolve this fusion out in 200 ¢.c. of H2O 
plus 20 ¢.c. H2SO4 conc. Add 30 c¢.c. of ammonia conce.; stir 
well; add 1 or more e.c. of hydrogen peroxide solution to bring 
out the full brown color of titanium if any be present; and then 
15 c.c. of a saturated solution of NagHPO4. Let the precipitated 
phosphate of zirconium stand overnight in this acid solution; filter 
out the phosphate; wash the same with water thirty times; burn 
off the precipitate in a platinum crucible and fuse it again as before 
with 15 grams of the KHSO, ; dissolve the fusion as before with a 
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mixture of 10 ¢.c. of conc. H28O4 and 200 ¢.c. of water and add 1 
c.c. or more of H2O» to note if any titanium still remained with the 
precipitate before it was fused the second time with KHSOx,. 
Add 15 ¢.c. of cone. ammonia and 15 ¢.c. of a saturated NazHPO,4 
solution; let stand overnight again; wash with water sixty times. 
Burn off the precipitate and weigh the zirconium phosphate, 
which contains 38.36 per cent of metallic zirconium. 

If a large amount of iron be present, this zirconium will 
contain some phosphate of iron which must be determined by 
fusing the phosphate of Zr again as before with KHSOu,, dis- 
solving it in 15 c.e. of cone. H2SO4; and 200 c.c. of water. This 
solution is put through the Jones reductor and the iron titrated 
with standard permanganate. The iron so found is calculated 
to ferric phosphate and deducted from the total phosphates and 
the remainder is calculated to zirconium by use of the factor 
0.3836. 


TuE SILICON 


The silicon is found by dissolving 0.5 gram of the alloy in 
90 c.c. of 1: 1 HCl and 60 c.c. of cone. H2SOxq in a porcelain 
dish; evaporate to heavy fumes; cool and dissolve in 60 c.c. 
of HCl cone.; filter, wash first with dilute HCl and then with 
water; ignite in a platinum crucible; weigh; evaporate with 
HF and a few drops of H2SO4; ignite and weigh again; the 
last weight deducted from the first weight giving the silicon by 
difference. 


Tue Iron, ALUMINUM AND TITANIUM 


The combined filtrates and washings from the two phosphate 
precipitations are precipitated with a slight excess of ammonia; 
boiled a few minutes and the combined precipitates are washed 
with water; burned off in a platinum crucible at the lowest red 
heat. The igniting of this precipitate at a high red heat renders 
the aluminum less soluble in the subsequent fusion with sodium 
carbonate. This ash is then fused with 15 grams of NagCO3 
at a bright red heat. The fusion is dissolved out with water in 
a platinum dish; filtered; the filter is washed with water. The 
iron and titanium will be on the filter and the most of the alu- 
minum will be in the filtrate and washings. To extract the 
remainder of the Al from the Ti and Fe the filter is ashed at a 
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low heat and again fused; leached out; filtered; washed as 
before with water. This filtrate and washings should contain 
the remainder of the aluminum. If considerable Al is contained 
in this last filtrate and washings from the Ti and Fe, then the 
latter should be ashed at a low heat and again fused, etc. 

The three sets of filtrates and washings from the sodium 
carbonate fusions are then titrated with 1 : 1 HCl until they are 
just neutral to turmeric paper to precipitate the Al. Each one 
can be titrated separately to note the amount of Al in each. 
If No. 2 shows very little Al and No. 3 none or only a trace, 
then the operator can be certain that all of the Al has been 
separated from the Ti and Fe. 

The Al precipitates are redissolved off the filters with hot 
1:1 HCl; the filters thoroughly washed with water and the 
solution and washings are reprecipitated again with the smallest 
possible excess of ammonia. The reprecipitations should now be 
free of soda salts and can be filtered, washed with ammonium 
nitrate wash until free of chlorine test; the reprecipitated alu- 
minum is then washed; ignited; and weighed as AlgO3 plus some 
phosphoric acid. After the precipitate has been blasted to a 
constant weight it should be fused with NagCOs, at a bright red 
heat; the fusion is then dissolved in HCl evaporated low; con- 
ened to nitrates by two evaporations with 60 c.c. portions of 
conc. HNOs, each time to 10 c.c. or as low as “possible, avoiding 
the crystallizing of sodium salts. This solution is then boiled 
with a permanent excess of permanganate; cleared with iron 
salt and finished for phosphorus as in steel. 

Calculate the phosphorus so found to P2Os and deduct the 
amount from the AlzOs plus P20; to obtain the Al2O3, which 
calculate to metal by use of the factor 0.53033. It is also advis- 
able in close work to evaporate the AlosO3, P2Os with a little 
HF and 4 or 5 drops of cone. H2SO4 and weigh again before, 
determining the P2Os, as a little silica is almost sure to be gathered 
up from the reagents and glassware in the course of the analysis. 
It should be always borne in mind that any filter papers from which 
aluminum hydroxide has been dissolved should, after thorough 
washing with nitrate wash (5 grams of ammonium nitrate in 500 ¢.c. 
of distilled water), be ashed and saved as part of the aluminum, 
as aluminum hydroxide is difficult to dissolve and entirely wash 
out of a filter paper. 
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TITANIUM AND IRON 


The residue on the filter from the second or third fusion 
with sodium carbonate to remove the aluminum from the iron, 
titanium, aluminum ash, will contain all of the iron and titanium 
now free of Al. Dissolve this residue off the filter with 30 c.c. 
of conc. HCl diluted with 30 c.c. of water. Pour this acid back 
and forth, hot, over the filter until all the residue is completely 
dissolved. Wash the filter thoroughly with dilute acid wash and 
then with water. Dilute the filtrate and washings to 200 c.c. 
Divide into two portions, taking one portion for the iron and 
the other for titanium. 

To each portion add 30 c.c. of conc. H2SO4 and evaporate 
them to thick fumes. Add 150 c.c. of water to the iron portion 
and boil until all salts of iron are in solution. With volume still 
at 150 c¢.c., pass the solution through the zine reductor slowly 
and titrate it with standard KMn0Ozg for iron in the usual way. 

The titantum half is made almost ammoniacal and 10 grams 
of hyposulphite of sodium are added and heated; the titanium 
is precipitated; it is filtered off; washed fifty times with sul- 
phurous acid water (5 c.c. of conc. HeSOs in 500 c.c. of water). 
The titanium precipitate is burned off, and if it is not white it 
is fused with 10 grams of KHSO4. The melt is dissolved out 
with 30 c.c. of conc. HeSO. diluted with 150 c.c. of water; made 
neutral with ammonia and again precipitated as before by boiling 
with 10 grams of “hypo.” This precipitate is washed; ignited 
and weighed as TiOz, which is calculated to Ti by use of the 
factor 0.60049. 


RESULTS OF ANALYSIS OF SO-CALLED “NICKEL-ZIRCONIUM” 


¢ ALLOY 
Gar boner Aik eee HET ae tad eh poi gees 0.06 
IWhnreitever (Sauls boomebob ano oG Cobo on ogges 0.06 
IN GTS Is S87 ORIG cb: Oren Eat eg picars caprc 70.30 
VATICON Ne nn 8 TO ee Ce aoe 7.85 
PNITILAT UTI eek gen) Ce neon es as 12.98 
JEREVTUS 5 Peas) eS on OR ORL Sen eon eine torre oge 3.67 
SILICON ene ire Reprints eto haircut onto sere. 4.87 


It will be seen by the above analysis that the true properties 
of zirconium, nickel are far from being demonstrated by such 
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a conglomeration of high and low melting-point elements. It is 
100 per cent more of a nickel-aluminum-silicon alloy than it is a 
nickel-zirconium one 

Test Method, Formulas and Calculations.—The following is a 
convenient mixture to test one’s skill in carrying out the fore- 
going method: 3 grams of nickel ammonium sulphate, 150 grams 
of zirconia ‘‘alba,” which is sold as 99.5 per cent ZrOz, and 0.045 
gram of aluminum wire assumed to be 99.5 per cent pure. This 
mixture should contain 0.110 gram of Zr, as ZrO2 contains 73.89 
per cent Zr. From such a mixture 0.110 gram of Zr was recovered; 
and when 0.0995 ZrOz2 were added 0.0984 gram of ZrO2z was 
found. In the latter case the zirconium was precipitated from 
a volume of 300 c.c. in the presence of 7 c.c. of free conc. H2SO4 
with 15 c.c. of a saturated solution of sodium-hydrogen phosphate. 
The zirconium, when precipitated in the presence of considerable 
iron, will carry out considerable iron as phosphate, even after 
reprecipitation. After the final weighing as phosphate the iron 
is determined and deducted as already described. Assuming 
that the iron'is present as phosphate, FePO4, which contains 
37.00 per cent of metallic iron, then the iron found by passing 
the dissolved zirconium phosphate through the reductor is divided 
by 0.37 and the amount of phosphate of iron so found is deducted 
from the weight of the impure zirconium plosphate giving the 
weight of the iron-free phosphate of zirconium. 

The metaphosphate of zirconium so obtained is given as 
5ZrOz, 4P205, when ignited; and unignited is given as including 
8H20. The ignited salt would therefore contain 51.88 per cent 
ZrOz or 38.36 per cent Zr. Dr. W. F. Hillibrand gives as refer- 
ence, Gmelin-Krauts Handbuch d. anorganischen Chemie, II, 
1, p. 7038. 


Tye ANALYSIS OF FERRO-ZIRCONIUM AND ZIRCONIUM STEEL* 
FOR ZIRCONIUM 


The following method is given so ss to apply even when much 
chromium and tungsten are present: 

Digest 1 gram of steel or 0.5 gram of ferro-zirconium with 
50 c.c. of 1:3 sulphuric acid until action ceases; add 50 c.c. 
of 1.20 HNOs and take to fumes of SO3; cool; add 60 e.c. of 
1.20 nitric acid and take to fumes again; cool; add 100 c.c. 

*See also page 191. . 
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of 1: 1 HCl and boil for ten minutes; add a paper pulp and 
filter into a 600 c.c. beaker. Wash well with 1:30 HCl until 
the washings give no iron test; then wash twenty times with 
water. Hold the filtrate and wash the tungsten residue on the 
filter paper with ammonia water. During this washing with 
ammonia water, stir up the pulp on the filter well, turning the 
same completely over. After the yellow color is all gone from 
the filter, it should be washed many times more to insure the 
perfect removal of the tungsten salt. This will require at least 
sixty washings with frequent turning over of the pulp mass on the 
filter. As the washed filter and pulp may contain some of the 
Zr, it is burned with the main Zr phosphate precipitate 
obtained from the main iron and chromium filtrate from the 
tungstic acid in the following manner: 

This filtrate and washings containing the main Fe, Zr, and 
Cr are taken to fumes after adding 50 c.c. of 1: 3 HeSO4. The 
residue in the dish is dissolved in 100 c.c. of water with heat 
and then made faintly but distinctly ammoniacal; add exactly 
4 c.c. of cone. H2SO4; stir until all of the precipitate obtained 
with ammonia is dissolved, then add 15 c.c. of a saturated solution 
of NagHPOxz and then 300 ¢.c. of water and let stand overnight. 

The precipitate of zirconium phosphate so obtained should 
be washed well with water; burned off with the filter and pulp 
remaining after the removal of the tungstic acid with ammonia 
wash. The ash should contain the total zirconium together with 
a little chromium; ash from paper; and some iron that is always 
retained as phosphate. Weigh the total ash after blasting five 
or six minutes. Add to this weighed ash 3 drops of 1: 3 HeaSO4 
for steel (in case of a ferro-zirconium, add enough sulphuric acid 
to thoroughly moisten the ash) and 15 c.c. of HFl. Heat and 
evaporate to dryness; ignite and weigh. The weight at this 
point equals Zr and a little Fe. Then fuse the weighed Zr plus 
Fe residue with 15 grams KHSO4; dissolve in 200 c.c. of water 
and 20 c.c. cone. HeSO4; take to fumes of SO3; cool; add 100 c.c. 
of water; boil; and cool again. Run the solution slowly through 
the zine reductor which will reduce the iron but not the zir- 
conium. ‘Titrate the iron with standard permanganate; calcu- 
late the metallic iron so found to ferric phosphate by dividing its 
weight by the factor 0.37; deduct the amount of ferric phosphate 
so found from the total weights of the phosphates of Fe and Zr. 
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Calculate the remainder to Zr by multiplying by the factor 
0.3836 (5ZrOz, 4P20s). 

Test Mixtures—To test one’s manipulations, 0.020 gram of 
ZrOz can be fused with 5 grams of KHSO4; dissolved as already 
described and the solution is added to the H2SO4 solution of 
the steel or if a ferro-zirconium is being analyzed a correspondingly 
larger amount of the. zirconia alba can be used and added 
to the sulphuric solution of a plain steel. When larger amounts 
of zirconium, iron, and chromium are to be separated, con- 
siderable free acid is necessary to keep back the iron and 
chromium. For example, it was necessary in one case to add 
as much as 15 c.c. of free conc. HeSO4 in a 600 c¢.c. volume 
to hold back a big precipitate of iron from coming down with the 
zirconium. Even with this large amount of free acid some iron 
phosphate was found with the zirconium phosphate. 

By the above method the following recoveries were made 
from a high tungsten-chromium steel: 


Amount of Fused ZrO2 Amount of ZrO: 
Added. Found. 
0.0149 gram 0.0135 gram 
0.01438 gram 0.01438 gram 
0.0144 gram 0.0142 gram 
0.0297 gram — 0.0290 grim 


RECOVERIES FROM PLAIN STEEL—NO Cr PRESENT 


Amount of Fused ZrOz Amount of ZrOs 
Added. Found. 

0.0199 gram 0.0190 gram 

0.00186 gram 0.00190 gram 


(See Rapid Method Using Ammonia. Page 191) 


SILICON 


Fuse at a low heat 0.6 gram with mixture of 3 grams of sodium 
carbonate and 6 grams peroxide in an iron crucible. Heat until 
all is melted; about five or six minutes is enough. Longer 
heating only causes the iron crucible to be heavily cut. Dissolve 
fusion out in water; clean the crucible with a little acid, acidulate 
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water solution of fusion with excess HCl and heat until all iron 
is in solution. Add 45 c.c. of conc. H2SO4 and evaporate it to 
heavy fumes of SOs. Cool, and then add some water and heat 
it again till all iron is dissolved; add a little sulphuric acid if 
necessary. 

Filter off silicon; wash it free of iron with a sulphuric wash; 
smoke off the paper and heat until residue is white. Weigh, 
then evaporate the ash with HF and sulphuric acid to fumes; 
heat to redness and weigh again. Loss of weight less blank from 
reagents equals the silicon. 


ZIRCONIUM 


Warm inthe platinum crucible in which the silicon was evap- 
orated a few drops of 1:1 HCl to dissolve any trace of iron 
left therein and add this solution to silicon filtrate. Concentrate 
the latter to remove excess of free acid; peroxidize with sodium 
peroxide and finish as for zirconium in plain steel. 

When zirconium only is asked for weigh 0.5 gram of sample 
in a platinum dish; add slowly 15 c.c. of HF; warm it for a 
while; then add conc. HNOs3 a few drops at a time till action 
ceases. Add 10 c.c. conc. H2SO, and take it to heavy fumes of 
SO3. Cool it, add water, and heat it again till iron is dissolved. 
Transfer to a 600 c.c. beaker and finish as in plain zirconium 
steel. 


SHAPTER VII 
Part III 


THE QUANTITATIVE SEPARATION OF ZIRCONIA FROM IRON, 
TITANIUM, ALUMINUM, AND SILICA AND THE ANALYSIS 
OF CRUDE ZIRCONIA ( ZIRKITE) 


WEIGH 0.3 or 0.4 gram of the finely ground mineral; and fuse 
it with 15 grams NazCO3 in which has been thoroughly mixed 
0.5 gram of KNO3. Keep the mass in a molten condition for 
twenty minutes; cool; dissolve out the melt in water; transfer 
from the platinum dish to porcelain; add 50 c.c. of cone. HCl, 
or enough to make the solution acid; .boil off the COz with the 
vessel covered; add 60 c.c. of 1: 3 H2SO4; evaporate to thick 
fumes of SO3. Cool; add 100 c.c. of water; heat until all salts 
are in solution; filter and wash with 1 : 40,H2SO,4 about fifty 
times. 

Place the residue on the filter in a platinum crucible; smoke 
off the paper and heat until all of the filter is gone; weigh; add 
15 c.c. HF and 10 drops of conc. H2SO4 to remove the silica 
by evaporating. Remove the excess of the HF and H2SOx;; 
heat to redness; cool and weigh; calculate the loss of weight as 
usual to silica. The residue should be again treated with some 
hydrofluoric and sulphuric acids; evaporated; ignited and 
weighed to insure the complete removal of all of the silica. 

The residue left in the crucible after the complete removal 
of the silica is fused with 3 or 4 grams of KHSO,4; dissolved 
out in water and the solution is combined with the main filtrate 
from the crude silica. Add a slight excess of ammonia and then 
add 10 cc. 1:3 H2SO4. Precipitate from this acid solution, 
which should have a volume at this point of 500 c.c. the zirconia 
as phosphate, using 20 c.c. of a saturated solution of di-sodium 
phosphate, and 20 drops of H2O2. Let stand overnight; wash 
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about twenty times with water. The filtrate should contain 
most of the iron, aluminum, titanium, and manganese. To 
insure a complete separation of the zirconium, the zirconium 
phosphate, after ignition in a platinum crucible, is fused with 
10 grams of KHSO, until a clear melt is obtained. The melt is 
dissolved out in water. The solution is made slightly ammoniacal; 
and then 10 ¢.c. of 1:3 sulphurie acid are added. The ~zir- 
conium is then reprecipitated as phosphate as before; filtered; 
and washed thoroughly. It is now free of iron, titanium, ete. 
It is burned off and weighed as pure phosphate of zirconium 
which weight is calculated to ZrOz by use of the factor 0.519. 
The phosphate precipitation is made in a volume of 600 c.c. 
The zirconium phosphate should be washed at least sixty times 
with water to insure the removal of the excess of the precipitant. 
All of the Fe, Ti, Al, Mn are contained in the two sets of filtrates 
and washings from the two precipitations of the zirconium phos- 
phate. To these filtrates add a slight excess of ammonia which 
will precipitate the iron, aluminum, and titanium. Heat to boil- 
ing for five minutes; filter wash thoroughly with water; burn 
off in a platinum crucible at a low red heat. Do not ignite, as 
it will render the aluminum more difficult to fuse. Fuse the resi- 
due in the crucible with twenty times its weight of sodium car- 
bonate. Dissolve the melt in water; filter out the water-insoluble 
residue; wash it with water containing 5 grams of sodium carbo- 
nate per 500 c.c. Roast out the paper from this residue; fuse 
it; dissolve it out in water as before; filter it; wash; and render 
the two sets of filtrates neutral to turmeric paper as described 
on page 195. The aluminum is then finished as described on 
page 196. Burn off the iron and titanium residue remaining after 
the removal of the aluminum by two fusions with sodium car- 
bonate and the leaching out with water. Fuse the ash with 
sodium carbonate; dissolve out in water; acidulate with HCl; 
heat until all COz2 is gone; transfer the clear solution to a 250 c.c. 
volumetric flask; dilute to the mark; evaporate one portion 
(125 ¢.c.) to thick fumes with 20 c.c. of 1 : 3 H2SO4; add 100 c.c. 
of water and heat until all but floating matter, if any, is dis- 
solved; difute to 400 c.c.; add a slight excess of ammonia; then 
add 2 or 3 c.c. of 1: 3 HeSOs4 (slight excess). Then add 10 grams 
of N28203; boil thirty minutes and finish for titanium as de- 
scribed on page 51 for titanium. Multiply the weight of TiO2 
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so obtained by two to obtain the amount of it present in the 
original weight of sample taken for the analysis. 

The other 125 c.c. of the solution of iron and titanium is 
reduced by stannous chloride as described on page 443 for Iron. 


RESULTS OBTAINED ON KNOWN MIXTURES 


Added. Grams of ZrOz. Found Grams of ZrO2. 
Added gram of 0.297 ZrO» Found gram of 0.294 ZrOz 
Added gram of 0.014 FeO; Found gram of 0.0128 Fe.0; 
Added gram of 0.0186 Al,O3 Found gram of 0.0183 Al,O3 
Added gram of 0.0099 TiO, Yound gram of 0.0094 TiO, 


RESULTS OBTAINED FROM A SAMPLE OF CRUDE ZIRCONIA 


72.25 ZrO2; 4.40 Fe,O3; 2.35 AloO;; 2.05 TiO; 
16.00 SiO.; 0.64 MnO.; 1.73 ignition; 0.87 CO:. 


CHAPTER VIII 


Part I 
COPPER IN STEEL AND PIG IRON 


DissouvE 15 grams of drillings in 300 c.c. of 1.20 nitric acid 
in an 800 c.c. beaker. Heat until all action ceases. Add an 
excess of KMnQg solution of the same strength as used for phos- 
phorus in steels. Boil gently for thirty minutes. If the KMnO4 
disappears during the boiling, add more of it. Steels require 
from 4 to 8 c.c. and pig iron from 25 to 30 c.c. of the permanga- 
nate solution. . 

In pig iron add 5 «.c. of hydrofluoric acid before boiling with 
permanganate of potash. Heat ten minutes. Then boil with 
the KMn0Osz solution. 

After boiling the pig iron or steel with permanganate solution, 
add enough wet pulp to nearly fill a 50 ¢.c. graduated cylinder. 
Filter through double 12 cm. filters into an 800 ¢.c. beaker. Wash 
the pulp, ete., partly free from iron with a dilute nitric acid wash 
consisting of 5 c.c. of 1.20 nitric acid diluted with 200 c.c. of 
water. This takes about forty washings.* 

To pig iron or steel containing from 0.010 to 0.030 per cent of 
copper, add at this stage 20 c.c. of a solution of potassium ferri- 
cyanide, made by dissolving 5 grams of the crystals in 120 c.c. 
of distilled water. Stir thoroughly and permit the solutions to 
stand. 

If the copper content is unusually high, add 2 c.c. of the 
ferricyanide solution for every milligram of copper supposed to 
be present in the steel. If nickel is present, it is precipitated 
with the copper, but forms more slowly. 

As there is a tendency to form blue cyanide of iron the filtra- 
tions should be proceeded with in about a half hour. Add as 


* Read near the top of page 208 concerning the addition of ammonia to 
prevent excessive formation of iron cyanide. 
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much paper pulp as in the first filtrations, filter and wash five 
or ten times with water containing 5 c.c. of ferricyanide solution 
per 100 c.c. of distilled water. Use a 15 cm. filter. 

Roast off the pulp in a porcelain crucible. Dissolve the iron, 
nickel and copper oxides with 5 c.c. of conc. hydrochloric acid. 
Rinse the solution into a 200 c.c. beaker. Dilute to 150 c.c. 
with water and pass H2S for a half hour at a rapid rate. This 
removes the copper from nickel and any iron that may have been 
precipitated as cyanide. 

Filter on a small filter; wash twenty times with HeS water. 
Burn the paper in a 45 ¢.c. porcelain crucible. Dissolve the 
oxide in 20 c.c. 1.20 nitric acid, warming until all black residue 
is dissolved except perhaps an occasional flake of carbon from 
the filter paper. Rinse the solution into a 5 ounce beaker, 
keeping the volume as low as possible for copper of 0.020 per 
cent and under, in order that the blue color with ammonia may 
be distinct. Copper as low as 0.015 per cent gives a distinct 
blue if properly manipulated. Now add a saturated solution of 
sodium carbonate, a little at a time, until a precipitate forms. 
Then add 0.5 ¢.c. of conc. ammonia. Titration follows with a 
standard solution of potassium cyanide, made by dissolving 
2.244 grams of potassium cyanide and 5 grams of stick potas- 
sium hydroxide in water and diluting to 1000,c,¢. One c.c. of this 
standard should equal about 0.00064 to 0. 00069 gram of metallic 
copper. Standardize the solution by adding 10 and 15 mgs. of 
metallic copper of 99.8 per cent Cu to 15 grams of any steel or 
’ pig iron. Weigh out also two 15 gram portions of this same 
steel or iron, but add no copper to them. Put all four weights 
through the entire operation, titrating each one to the disappear- 
ance of the blue as given under “Titration.” 

Titration.—Place a 5 ounce beaker containing distilled water 
beside the one containing the copper to be tested. Add the 
cyanide standard to the test until it is as free from even a slight 
blue tint as the beaker of distilled water. 

This method has been tested with known amounts of copper 
added to steels, and with steels standardized by the old standard 
methods. It is much more rapid, and results check very satis- 
factorily. Filtrations might be hastened by using pulp filters on 
porcelain plates and applying slight suction. 
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CALCULATIONS 


Pig Iron Sample. 
(1) 16.0 second reading of burette. 
7.9 first reading of burette. 


8.1 equals c.c. of standard used. 
No copper added. 
(2) 48.0 
15 mgs. copper added 16.2 


31.8 equals c.c. of standard used. 
(3) 10 mgs. copper added 23.6 
0.0 


23.6 equals c.c. of standard used. 

(4) 31.8—8.1 equals c.c. of standard used by 15 mgs. Cu. 

(5) 23.6—8.1 equals c.c. of standard used by 10 mgs. Cu. 

(6) From (4) we have 15+23.7=0.632, or 1 c.c. of cyanide equals 
0.000632 gram Cu. (0.99815+23.7.) 

(7) From (5) we have 10+15.5=0.643, or 1 c.c. of eyanide Bacal 
0.000643 grams Cu. (0.998X10+15.5.) 

(8) From (1) we have 8.1X0.00064+15 100 =0.0345, or 0.0345 per 
cent copper in the sample of pig iron, 15 grams having been taken for analysis. 


Qualitative Value—wWith 2 grams of sample as little as 0.1 
per cent of copper gives a very noticeable yellowish cloud when 
the potassium ferricyanide is added to a solution of steel treated 
as described. Hence the method affords a rapid qualitative test 
for the presence of copper in sufficient quantity to be injurious 
(0.05 per cent and over) for most purposes for which fine tool 
steel is used. The operator can easily decide whether the pre- 
cipitate is copper or nickel. If it is copper, the precipitation is 
almost instantaneous. If it is nickel, the reaction is noticeably 
slower and the precipitate is of a brown color, closely resembling 
that of iron hydroxide. A yellowish cloud, forming, at once, 
on the addition of the first c.c. of the precipitant, is characteristic 
of copper. If this be followed by a more slowly forming brown 
precipitate,* then both elements are present. Many makers of 
tool steel insist that the copper content of best tool steel be 
under 0.02 per cent. Several steels doing fine work, however, 
have been analyzed by the author and found to contain copper 
greatly in excess of this limit. It is largely a question of what 
sort of a tool is to be made from the steel. 


* aad at least 20 ¢.c, of the ferricyanide when testing for nickel. 


208 COPPER IN STEEL AND PIG IRON 


The tendency to form blue ferricyanides of iron on adding 
potassium ferricyanide to ferric solutions, the author has found 
can be eliminated sufficiently to prevent serious clogging of filters, 
by keeping the iron solution somewhat neutral, after first boiling 
it with an excess of permanganate solution and filtering out the 
excess of manganese oxide. After removing the latter by filtre- 
tion, add 1:1 ammonia until the hydroxide of iron dissolves 
rather slowly.* Then add the ferricyanide and proceed as 
already described. Keep the solution still quite acid. 

As the copper ferricyanide precipitates almost instantly, form- 
ing a very considerable cloud of yellowish precipitate even with 
0.03 per cent copper, it is very finely divided, and has a tendency 
to run through the filter. The first portion that is filtered should 
be poured back on the paper until it runs through clear. Then 
proceed with the filtration. Stand the main filtrate aside when 
washing begins, and, should the latter be cloudy, filter with a 
little pulp on a small filter and add it to the main precipitate. f 

When precipitating a large quantity t of copper by this 
method—for example, 60 or 100 milligrams—the somewhat acid 
solution should be largely diluted, making the volume from 
about 800 c.c. before adding the precipitant. (See Separation 
of Copper and Nickel from Vanadium by Ferricyanide of Potas- 

ee 


* Do not carry the neutralization too far as in nearly neutral solutions the 
nickel and copper precipitate very slowly with the ferricyanide. 

+ Pay no attention to any clouding of the filtrate that may occur after the 
latter has stood for some time. 

t The foregoing method is especially useful for very small per cents of Cu 
and Ni, i.e., 0.100 down to 0.005 per cent, as from 15 to 20 grams of sample 
can be taken. For higher per cents it is easier to weigh out from 1 to 3 grams 
of plain carbon steel; dissolve in 1 : 1 HCl and pass H2S at once. Then finish 
as in the ferricyanide method from the point where H.S was passed through 
the solution of the copper and iron oxides. Examine all insoluble residues 
for Cu. 

The ferricyanide method is the best for high-speed steels. See page 212, 
the bottom paragraph. 

For accurate work all insoluble residue from steel dissolved in sulphuric 
or hydrochloric acids should be examined for copper by filtering the same 
out; washing it; igniting it; fusing with twenty times its weight of sodium 
carbonate and twice its weight of niter in a platinum crucible. The fusion 
is dissolved out in water; transferred to a beaker acidulated with an excess 
of HCl; evaporated low and added to the main solution of the sample before 
saturating it with H»S. The insoluble residues are almost certain to contain 
part of the copper. , 
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sium.) It is better to precipitate such large amounts of copper 
with HoS. 

Small Amounts of Copper and Nickel in Steel and Iron.— 
When analyzing steel, iron, etc., for copper, do not carry the 
neutralization, given on page 208, too far, as in nearly neutral 
solutions, small amounts of nickel ferricyanide precipitate very 
slowly, and the precipitation of the copper ferricyanide is also 
delayed. 

The method described for copper on pages 200 to 207 is designed 
for small amounts of copper, that is, for percentages ranging 
from 0.100 to 0.001 and for equally low per cents of nickel. If 
nickel in such small per cents is asked for, get the ferricyanide 
precipitates of the nickel and copper together in the same way as 
directed on pages 200 to 207 using 15 grams of sample and the 
same method of solution as given for copper in steel, separat- 
ing the nickel from the copper and determining it as given on 
pages 210 to 212. 

Large Amounts of Copper in Plain and Alloy Steels.—If the 
percentage of copper exceeds 0.100 per cent, then dissolve but 
1 or 2 grams of the sample, and proceed as described. If the 
sample is an alloy steel, then it is necessary to decompose the 
same in the manner given for chromium tungsten steel on pages 
5 to 7, whether the amount of copper be large or small. If the 
amount is small then 15 grams should be taken for the analysis 
and a proportionate amount of sulphuric acid followed by an 
equal amount of the 1.20 nitric acid, that is, 200 ¢.c. of the 
1:3 sulphuric acid; and after the action of this acid is over, 
aided by heating for a half hour, then 200 c.c. of the 1.20 nitric 
acid are added and the analysis is finished as for copper in plain 
carbon steel. 


CHAPTER VIII 
Part II 


SEPARATION OF NICKEL AND COPPER FROM IRON AND 
VANADIUM BY POTASSIUM FERRICYANIDE 


PRocreEpD as outlined for copper in steel, except smaller weights 
of sample are usually required. 

For nickel and copper in ferro-vanadium dissolve 1 or 2 
grams of sample, using 30 c.c. of 1.20 nitric acid for each gram. 
If the ferro is high in silicon, carbon and aluminum, and for this 
reason only partly soluble in nitric acid, add a few c.c. of hydro- 
fluoric acid to the solution after action with nitric acid is over. 
Heat until all metallic or gritty particles are in solution. Or 
the insoluble part can be broken up by a sodium carbonate and 
niter fusion; dissolved in hydrochloric acid; the latter removed 
by evaporation to fumes with sulphuric acid ; the sulphate dis- 
solved in water and returned to the main’ solution. Then boil 
the latter with an excess of permanganate solution; filter out 
the manganese oxide as described under Copper in Steel. To the 
filtrate and washings 1: 1 ammonia is added until a slight pre- 
cipitate of hydroxide is obtained that dissoives slowly. The 
copper and nickel are precipitated with potassium ferricyanide 
as in Copper in Steel. Large amounts of nickel—i.e., from 
0.025 to 0.050 gram—precipitate quickly, but smaller quantities 
should be permitted to settle for one hour before filtering. It 
is best to let all nickel tests stand at least one hour. Add as 
much paper pulp from ashless filters as will nearly fill a 15 em. 
filter. The precipitate and pulp are filtered out; washed a few 
times; dried; ignited in a large porcelain crucible; the ash 
transferred to a 6 ounce beaker; dissolved in 30 ¢.c. of aqua 
regia. Clean the crucibles with 10 c.c. of the latter and add 
the cleanings to the main part. (Nickel oxide dissolves with 
some difficulty, requiring considerable heating.) 50 cc. 1:3 
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sulphuric acid are added to the solution; evaporated to 12 c.c.; 
diluted to 300 ¢.c.; the copper is precipitated with HS; filtered 
out and washed thoroughly with HeS water and finished as in 
steels. The filtrates and washings from the Ho2S precipitation 
will contain all of the nickel and a little iron. Evaporate this 
filtrate and washings to 50 ¢.c., and add 30 ¢.e. of cone. nitric 
acid to oxidize the iron and destroy any remnant of the HS. 
Heat with a cover on the dish until all action is over. Then 
remove the cover, cool, add 30 ¢.c. 1 : 3 sulphuric acid and evap- 
orate until slight fumes of sulphuric anhydride are obtained. 
Cool; add 50 e.c. of water; and filter into a 600 ¢.c. beaker. Add 
10 grams of citric acid; make faintly ammoniacal; cool and 
titrate the nickel with potassium cyanide. (See the author’s 
modified cyanide method for Nickel in Steel, page 220.) 

If it is desired to determine a very small quantity of nickel 
in steel, about 0.3 per cent and under, weigh 10 or 15 grams of 
sample and proceed as outlined, getting the nickel and the copper 
from the one analysis. If the nickel content is likely to be under 
0.1 per cent, it is convenient to use 10 grams of sample. If it 
is in excess of 0.2 per cent, it is best to use 5 grams. The pre- 
cipitate requires that considerable paper pulp be mixed with it 
to secure rapid filtrations. Wash the pulp, etc., five times with 
water containing a drop of sulphuric acid and 5 c.e. of the ferri- 
cyanide solution per 100 c.c. of water. As the precipitate has a 
tendency, at times, to run through the filter when first poured 
on it, this first portion of the filtrate is refiltered until it is clear. 
When filtering large precipitates, such as would be obtained 
from 50 mgs. of nickel, it is expedient to use two funnels to 
hasten matters. Nickel up to 50 mgs. from a 5 gram weight of 
sample, or 10 mgs. of nickel from 10 grams of sample, can be 
conveniently precipitated from a volume of 500 c.c. For large 
amounts of nickel in steel,—i.e., 0.50 per cent and over,—the 
foregoing method is not nearly so rapid as the one described on 
pages 220 to 234, but for minute quantities, or where it is neces- 
sary to remove the bulk of the iron or the vanadium (much 
vanadium in solution gives ammoniacal citrates of an almost 
greenish black color,* greatly interfering in the method just 
referred to), it is a useful preliminary to the cyanide titration. 
There would seem to be no reason why the ferricyanide could 

* Read page 32. 
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not be applied, with suitable modifications, to the determination 
of copper and nickel in ferro-manganese, chrome and other ferros 
and metals that are not precipitated by this useful reagent 
(notably aluminum) in acid solution. Manganese is precipitated 
by the ferricyanide in neutral or slightly ammoniacal solution as 
quickly as are copper, nickel, and zinc in slightly acid solution. 
(See the author’s method for all percentages of manganese, 
page 69.) 

By the above process the copper and nickel can be determined, 
quantitatively, in the same analysis with the chromium and the 
vanadium when the copper does not greatly exceed 0.25 per cent: 
Two grams are taken for the analysis. The nickel and copper 
ferricyanides are filtered out after the regular titrations have 
been made for V and Cr. Of course no time must be lost in 
making the vanadium part of the titration, as copper soon clouds 
the solution after the addition of the ferricyanide. The author 
uses this scheme to get Cr, V, Ni and Cu from the one analysis. 
In such cases the titrated solution 1s allowed to stand a half 
hour before filtering. If brown nickel ferricyanide begins to 
appear, 40 or more c.c. of potassium ferricyanide are added and 
filtration is delayed for an hour. 


CHAPTER VIII’ 
Part III 


COPPER IN METALLIC COPPER—VOLUMETRIC 


TuE author regards the following cyanide titration as a simple 
and rapid method for the assay of metallic copper. Scarcely 
any element interferes that cannot be removed by precipitation 
with HS in hydrochloric acid solution. If carried out with 
proper attention to details, there is no more accurate volumetric 
method in commercial use. It is essential that the potassium 
cyanide be standardized with metallic copper of known copper 
content, or by some recrystallized ¢.p. salt of copper. The 
metal is preferable, and is put through every analytical detail 
that is applied to the analysis of the test. 

Operate with 0.5 gram of the test and of the standard copper 
drillings, running both standardizations and tests parallel with 
each other. Use copper of 99.8 per cent purity for standard- 
izing. The drillings are dissolved in 10 c.c. 1.20 nitric acid, 
evaporated to 5 c.c., filtered from any tin, etc.; the filter washed 
with water containing a little nitric acid. The filtrate and 
washings are evaporated to fumes with 20 c.c. 1:3 sulphuric 
acid. The copper sulphate is dissolved in water. Any lead is 
removed by filtration and washed with water containing a little 
sulphuric acid. Hydrogen sulphide is then passed through the 
filtrate, in a volume of 400 c.c., with 5 c.c. excess of 1 : 1 hydro- 
chloric acid for every 100 c.c. of water, until the copper has 
completely separated in hot solution. Filter. Wash with H2S 
water. Return filter and all to the beaker. Add 50 c.c. of 1.20 
nitric acid. Give standardizations and test the same excess of 
acid. Warm with a cover on until copper sulphide is dissolved. 
Filter out pulp. Wash thoroughly with water containing a 
little 1.20 nitric acid. Ignite the pulp; dissolve the residue in 
1.20 nitric acid; add the solution to the filtrate and washings; 
evaporate to 20 c.c. Add 1.5 grams of citric acid and a slight 
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excess of sodium carbonate. Use a saturated, filtered solution 
of the carbonate and add it until effervescence ceases entirely. 
Titrate the clear blue solution with a standard of potassium 
cyanide made by dissolving 22.434 grams of the best cyanide 
together with 5 grams of potassium hydroxide in distilled water 
and diluting to 1 liter. One c.c. of this standard usually equals 
about 0.00635 gram of copper; but this value should always 
be fixed by the operator himself, in the manner just outlined. 
The following modification removes uncertainty as to the end- 
point when titrating large amounts of copper. Add the potas- 
sium cyanide as usual until the blue color is almost gone. Follow 
with additions of a cyanide standard of one-fifth strength until 
all blue tint has disappeared.* Then add 2 c.c. of a 20 per cent 
solution of potassium iodide in water; then silver nitrate standard 
until a slight cloud of silver iodide is formed as in Nickel in 
Steel. (Chapter IX.) Now add about 10 ec.c. excess of this 
dilute cyanide standard. Again add the silver nitrate standard 
until a slight milkiness is produced in the solution; 2.925 grams 
of silver nitrate are dissolved in water and diluted to 500 c.c. 
for this work. 

Standardization.—Suppose 0.500 gram of copper drillings of 
99.8 per cent purity were taken, and that after putting this 
metal through all of the foregoing analytical operations the 
following data were obtained: 

First, the concentrated cyanide standard required to nearly 
discharge the blue color equals 76.9 c.c. 

Second, the one-fifth cyanide standard required to entirely 
discharge the blue equals 26.8. 

Third, the silver nitrate solution needed to produce a slight 
milkiness in the solution, after the blue color was entirely gone, 
equals 13.6 c.c. 

Fourth, 8.3 c.c. of silver nitrate were used to produce a cloud- 
iness, again, after the addition of 11.3 ¢.c. of the one-fifth cyanide 
standard in excess, or 1 c.c. of AgNO3=11.3+8.3, or 1.36 c.c. 
of the one-fifth cyanide standard. 


* Now wait for thirty minutes to one hour to give the KCN and the copper 
time to completely react together before adding the KI and silver nitrate to 
get the excess of KCN. This should be done because the blue color of the 
copper disappears long before the copper and the KCN have entirely ceased to 
combine. 
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Fifth, therefore 26.8—(13.6X1.36)=8.3, or the amount of 
one-fifth cyanide used in reaction with the copper, or 1.66 c.c. 
of cone. cyanide to be added to 76.9, or a total of 78.56 ¢.c. of 
conc. KCN required to combine with the 0.500 gram of 99.8 per 
cent pure copper. Hence 1 c.c. of the concentrated cyanide 
standard equals 0.499 +78.56 = 0.00635, or 1 c.c.=0.00635. gram 
of copper.* 

Mr. R. M. Clarke of this laboratory suggested that it might 
be an advantage to use silver nitrate to obtain a more exact 
end-point instead of relying on the disappearance of the blue. 
The analytical details are the author’s. 

Further Details—(a) Stir the copper sulphide into small 
particles before heating it with the 1.20 nitric acid, or an insoluble 
black lump may form. Then heat very gently at first. Keep 
the temperature considerably below 100° C. at all times to pre- 
vent occlusion of some of the copper sulphide by the liberated 
sulphur, and the formation of a black insoluble residue. Pay no 
attention to any milkiness that may appear when the nitric acid 
solution of the pulp ash is added to the nitric solution of the 
main sulphide. 

(6) The titration can be accurately accomplished, omitting 
the one-fifth cyanide standard: Add the concentrated standard 
until the blue is entirely gone.t Then add the KI indicator 
and follow with the silver nitrate until a very slight permanent 
cloudiness occurs. Next drop into the beaker an excess of 5 c¢.c. 
of the cone. cyanide. Again add the silver nitrate until a very 
faint milkiness is once more apparent that does not disappear 
after 15 seconds stirring. 

(c) Further, it is quite important to add the cyanide, while 
discharging the blue color, very slowly when the latter begins to 
fade: Add the standard 3 drops at a time; then stir vigorously 
for twenty seconds. If the blue is not all gone, add 3 drops 
more and stir again for a period of twenty seconds. By pro- 
ceeding in this way and making the titrations in small volumes 
—beginning with a volume of not over 100 c.c.—the disappear- 
ance of the blue affords an accurste end-point but more expe- 


* The author no uses one-half this strength, or 1 c.c. equals 0.003175 gram 
of copper. A 100 c.c. burette, graduated to yo ¢.c., is the best adapted to 


this method. 
+ Then pause for at least thirty minutes before adding the KI. 
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rience and judgment is required than when using the cyanide 
and “silver”? scheme. After thus carefully removing the blue 
tint proceed to determine the actual cyanide used by means of 
titration (0). 

Calculations —(1) 0.500 gram of copper required 84.2 c.c. of 
the concentrated cyanide to just discharge the blue. 

(2) 24.8 ¢.c. of the AgNO3 standard were required to produce 
the first faint cloudiness. 

(3) 21.9 e.c. of AgNO3 were needed to produce the second 
faint cloud after the addition of 5 c.c. excess of the conc. KCN. 
Therefore 21.9+5=4.38, or 1 c.c. of the cyanide equals 4.38 c.c. 
of the silver nitrate standard. 

(4) From (2) and (3) we have 24.8+4.38 = 5.66, or the excess 
of the cyanide standard in the solution. From (1) 84.2—5.66= 
78.54, or the number of c.c. of the cyanide required to combine 
with the 0.500 gram of copper. There is always an excess of 
the cyanide when the blue color is gone, but the reaction between 
the copper and the KCN is not usually completed for at least 
thirty minutes after the disappearance of the blue. 


TITRATION OF COPPER IN THE PRESENCE OF OTHER 


METALS 
«ke 


If the solution contains 3 grams of citric acid and a moderate 
excess of the sodium carbonate, 0.500 gram of copper can be 
accurately titrated in the presence of 0.100 gram of zine, or iron, 
or 0.050 gram of lead: The citric acid is added to the nitric 
solution of the metals; then the carbonate until effervescence 
ceases, and 5 ¢c.c. in excess. The volume before titration should 
be about 100 ¢c.c. When much iron is present the alkaline solu- 
tion is a dark green. The cyanide standard is added until the 
green is gone and the clear amber color of the citrate of iron 
appears. Then determine the excess of the cyanide as usual. 

As much as 0.100 grams of arsenic can be present without 
having the slightest effect. 

The author made entirely successful titrations of 0.500 gram 
of copper dissolving with it 0.200 gram of antimony; also in 
the presence of 0.100 gram of cadmium. This end-point given 
by the disappearance of bluish tints from the white antimony 
oxides and cadmium carbonate was noted. The end-point was 
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obtained as in (c). The precipitates were then removed by 
filtration through double filters, and the excess of cyanide was 
determined in the filtrate and washings in the usual way with 
silver nitrate. The precipitates had to be poured through the 
filters several times to secure clear filtrates. The precipitates 
were washed ten times with dilute sodium carbonate water. 

When titrating copper in the presence of 0.200 gram of bis- 
muth the disappearance of the blue was taken as the end-point, 
as the basic bismuth clouded the solution. With but 0.100 gram 
of bismuth in solution the entire titration, as outlined in (b), 
was successfully carried through before the solution was per- 
ceptibly clouded. 

Large quantities of manganese interfere with the titration of 
copper only in so far as dark-colored solutions are formed when 
the cyanide is added, thereby obscuring somewhat the end-point 
between the cyanide and the “silver nitrate.” More citric acid 
is required. Add to the standardization about as much man- 
ganese as there is likely to be in the copper that is to be assayed. 
Use at least 6 grams of citric acid per 0.200 gram of Mn. 


PRECIPITATION By ALUMINUM 


When using this well-known method one can proceed as at 
first described until the filtrate and washings from the lead sul- 
phate are obtained. Evaporate the former to 20 c¢.c.; add 
10 c.c. 1: 3 sulphuric acid and a piece of aluminum 13 inches 
square by ;; inch thick. Heat nearly to boiling for thirty minutes, 
or until the solution is colorless. Remove the aluminum and 
decant the solution through a 9 cm. filter; wash the filter fifteen 
times with water containing a few drops of 1: 3 H2aSO4. Return 
the filter to the 150 c.c. beaker in which the precipitation was 
made. 

The filtrate and washings from the metallic copper should be 
tested with HS and, if a brown coloration is obtained, continue 
to pass the gas until the small precipitate of copper collects. 
Filter it out; wash it with HeS water containing a drop or two 
of 1:3 H2SO4. Put this filter in the same beaker with the 
metal; add 20 c.c. 1.20 nitric acid; heat below boiling until the 
copper is dissolved; filter off the pulp; wash it forty times with 
water containing a little 1.20 nitric acid; evaporate the filtrate 
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and washings to 20 ¢.c. in a 600 c.c. beaker and titrate the copper 
with cyanide and “silver nitrate.” Hold the copper solution about 
one hour after discharging the blue with cyanide and before titrating 
with the cyanide and silver nitrate. 

The author found that owing to the slowness of the reaction 
between the KCN standard and the copper ammonium com- 
pound that the above precaution of holding the solution for an 
hour after discharging the blue of the copper, and then, after 
the said interval, determining the excess of cyanide in the man- 
ner given on page 215, (b) and (c), is an essential one. It gives 
such satisfactory results that he prefers this volumetric method 
for the determination of copper. As the chemist usually has 
several titrations of copper to make, at the same time, no delay 
of any consequence results, as a number of tests can be given 
the first part of the titration for the discharge of the blue color, 
and, by the time the blue has been discharged from the last 
test, the first one has been standing the required time. It can 
then be at once finished with the cyanide and silver nitrate. 
The author now uses and recommends one-half the strength of 
cyanide standard given on page 214, that is, 1. c.c. equals 0.003175 
gram of copper. 


2784 
THE DETERMINATION OF OXYGEN IN COPPER 


Gravimetric.—Burn off any grease adhering to the plate or 
bar, at a black heat. Pickle off any scale or film of oxide by 
dipping the sample in 1.20 nitric acid. Wash the sample after 
pickling, thoroughly, in distilled water. Dry the plate or bar 
at 100° C. 

When drilling or milling the sample, use only bright new drills 
or milling cutters. Keep the drillings or millings in a desiccator 
filled with fresh anhydrous calcium chloride. To get a blank, 
run through the same apparatus as used for oxygen in steel, 
copper of known oxygen content, or else put through the appa- 
ratus copper that has been already freed from oxygen by putting 
it through the entire furnace reduction as given for steel in 
oxygen determination. See pages 81-87. When the blank from 
such oxygen freed copper is. constant, then the apparatus is 
ready for the analysis of the sample to be tested. 
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THE DETERMINATION OF ARSENIC IN COPPER 


Dissolve 15 to 20 grams of the drillings in 1.20 nitric acid, 
adding the acid a little at a time until the copper is all dissolved. 
Measure all of the acids used, for blanks must be run as all acids 
are liable to contain far more arsenic than is in the copper itself. 

Add to the solution of the copper 1 gram of steel that has 
been dissolved in HCl and evaporated twice to a low volume 
with 20 ¢.c. of 1:1 HCl. This evaporation will remove any 
arsenic that may be in the steel. To remove the HCl, evap- 
orate the solution of the steel to a few c.c. with 20 c.c. of conc. 
HNO3. Perform this evaporation twice. 

(Also run blanks on all reagents, adding 1 gram of the 
same steel dissolved in the same way. Take the blanks through 
all operations. Also run through 0.025 and 0.050 gram of c.p. 
arsenious acid or the same amount of standardized mispickel 
(see page 110). Put these known amounts and blanks through 
all operations, using exactly the same amounts of all reagents 
as used on the sample.) 

When all copper is in solution and the iron has been added, 
evaporate the solution low, dilute it with water, and add an 
excess of ammonia. The precipitated iron hydroxide will carry 
out with it all of the arsenic and antimony. This iron hydroxide 
is redissolved in hot 1 : 1 HCl and again precipitated with ammonia 
to remove any copper carried out with the iron hydroxide and 
redissolved as before. It is not necessary to remove absolutely 
all of the copper at this stage, as the subsequent precipitation 
of the arsenic in strongly acid HCl solution will prevent traces 
of copper from precipitating as sulphide. 

This solution of the iron hydroxide and iron arsenate in HCl 
is made strongly acid with conc. HCl and the arsenic is 
precipitated as given for arsenic in tungsten ore as described on 
pages 108-110, and weighed as arsenic pentasulphide. 


CHAPT HR Lx 
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*THE RAPID DETERMINATION OF NICKEL IN THE PRESENCE 
OF CHROMIUM, IRON AND MANGANESE 


In applying the method of T. Moore 7 to the determination 
of nickel in steel, the directions given on page 183, Analysis of 
Steel Works Materials by Brearley and Ibbotson, were followed: 
One gram of steel was dissolved in a 150 c.c. beaker with 10 c.c. 
of concentrated hydrochloric acid diluted with an equal volume 
of water. 

When action ceased 10 c.c. of nitric acid (1.20) were added, 
and the contents of the beaker were.boiled to about one-half. 
16 c.c. of dilute sulphuric acid were poured into the solution 
and also 3 grams of powdered citric acid.. The solution was 
stirred until the citric acid was dissolved, transferred to a 600 c.c. 
beaker, and rendered faintly but distinctly ammoniacal. _ 


Nors.—For Brunck’s Dimethylglyoxime Method for Nickel and the 
author’s modification of this separation, see page 231. 


The nickel was titrated with a standard solution of potassium 
cyanide, using a measured amount of standard silver nitrate 
and 2 c.c. of a 20 per cent solution of potassium iodide as an 
indicator. The deep red color of the citrate of iron greatly 
obscures the end-point. The authors complain of this color and 
recommend the use of a condensing lens to cast a beam of light 
through the darkness. In the presence of chromium the writer 
found that a still more somber gloom settled down over the close 
of the reaction. The authors mentioned also state that this 
element retards the union of the cyanide and the nickel, causing 
the recurrence of the cloud of silver iodide. 

* Reprinted from the Journal of the American Chemical Society (with 


additions), Vol. XXIX, No. 8, August, 1907. 
t Chemical News, 72, 92. 
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After struggling with the process for some time and always 
carefully separating the chromium, and with it the iron, in 
chrome steels, an attempt was made to dispel the darkness and 
also to avoid these tedious separations: Less citric acid per 
gram of steel was taken, and the dark red shaded to blackness. 

Naturally, the amount of citric acid per gram of steel was then 
increased, that is, 6 grams of citric acid per gram of steel were 
used, and a marked improvement was noted. Still more citric 
acid caused a complete lifting of the shadows. 

The following modified procedure was finally adopted for 
nickel steels after having been thoroughly tested with plain 
carbon steels to which known amounts of nickel had been added: 
Dissolve 1 gram of steel drillings in a 150 ¢.c. beaker with 20 c.c. 
of hydrochloric acid (1:1). When action ceases add 10 e.c. of 
nitric acid (1.20). 

Reduce the volume of the solution to about 15 ¢.c., keeping 
the beaker covered during the boiling. Remove the beaker from 
the fire and pour into it 8 c.c. of cone. sulphuric acid diluted 
with 24 c.c. of water. The presence of the sulphuric acid is 
essential to a sharp end reaction between the cyanide standard 
and the silver iodide in the subsequent titration. 

Transfer the contents of the beaker to one of 600 c.c. capacity 
containing twelve grams of powdered citric acid. Stir until the 
citric acid is dissolved. Render this solution faintly but dis- 
tinctly alkaline with ammonia, using one part of concentrated 
ammonia diluted with one part of water. A large excess of 
ammonia causes low results. Stand the beaker in running 
water until it is cold. The volume of the solution should now 
be about 300 c.c. Much larger volumes than 300 c.c. should be 
avoided, as great dilution retards the end-point, causing the 
cloud of silver iodide to disappear and then to reappear again 
in a few minutes. 

The faintly ammoniacal condition * can be easily controlled 
by adding the ammonia rather slowly and noting the changes of 
color that ensue: The first change is to amber, then to yellowish 


* One can, also, use litmus paper; add ammonia, drop by drop, until 
1 drop of 1 : 1 ammonia just turns the red litmus blue, then add 10 drops 
excess of the ammonia and no more. A person with the average sense of 
smell can add ammonia until a slight sweet smell is obtained and then the 
10 drops of excess with better success than with the use of litmus. 
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green, then to distinct green, then to a light shade of green, 
then to a yellow almost matching the yellow color of the acid 
solution. The reappearance of the yellow tint indicates that 
alkalinity is nearly attained. 

A little more ammonia now causes a brownish shade, which 
is evidence that the ammonia is in slight excess. The moder- 
ately alkaline citrate of iron obtained in the proportion of 1 gram 
of iron to 12 grams of the citric acid yields a bright greenish 
yellow solution in plain nickel steels instead of being of a dense 
dark red shade. 

To the cold solution 2 ¢.c. of a 20 per cent solution of potas- 
sium iodide are added. From a 50 c¢.c. burette a standard 
solution of silver nitrate is dropped into the same beaker, pro- 
ducing with the iodide a white turbidity. The standard potas- 
sium cyanide is added with constant stirring until the cloud of 
silver iodide just disappears, which it does on being converted 
into silver cyanide. Nickel cyanide is first formed, and then 
the silver cyanide is produced: 


(1) Ni(NOs)2+4KCN = Ni(CN)2-2KCN+2KNOs. 
(2) AgNO3+2KCN =AgCN- KCN+KNO3. 


¢ ** 

If the directions are followed as given, the titration can be 
accomplished at almost the full speed of the burette. If the 
titrated solutions are permitted to remain in the open beakers 
for a time, a film usually appears on the surface of the liquid. 
No account is taken of it, as its presence is most likely due to a 
superficial loss of ammonia. The reactions are always found to 
be completed when the body of the solution is freed of the iodide 
precipitate. : 

Standards.—From the equations as given, 5.85 grams of silver 
nitrate are equivalent to 4.4868 grams of potassium cyanide. 
This weight of cyanide dissolved in 1 liter of water gives a value 
of 1 c.c. equals about 0.001014 gram of nickel. 

As comparatively little silver nitrate is needed with each 
analysis, it is not advisable to prepare more than a half liter 
of the water solution of this salt, using 2.925 grams per 500 c.c. 
of distilled water. 

The potassium cyanide standard should contain about 5 
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grams of potassium hydroxide to the liter which renders it quite 
permanent. The solutions are readily standardized by applying 
them to a plain steel to which a known amount of nickel has 
been added. The chemically pure double sulphate of nickel 
and ammonium is a convenient standardizing medium. For 
example, 0.2 gram and 0.25 gram of the double sulphate can be 
weighed into 150 ¢.c. beakers together with 1 gram of plain 
carbon steel drillings. 

This mixture is then put through all of the foregoing manipu- 
lations and titrated with the cyanide solution that is to be stand- 
ardized. The number of c.c. of the silver nitrate and of the 
potassium cyanide solution used in this titration are noted. 
An excess of 10 ¢.c. of the cyanide is now added and in turn 
titrated with the silver nitrate solution until a distinct cloud of 
silver iodide is produced. This second titration gives the relation 
between the silver solution and the cyanide. 

An actual case will illustrate the calculations: In sample 
No. 3477, 1.7 c.c. of standard silver nitrate solution were required 
to produce a distinct turbidity and also to combine with any 
excess of potassium cyanide standard. In all, 35 c.c. of the 
cyanide were consumed in the titration. When the cloud of 
silver iodide had just been dispelled, an excess of 9.8 c.c. of 
cyanide was allowed to flow into the clear solution. Just 10.1 c.c. 
of silver nitrate standard were needed to produce a reappearance 
of the cloudiness. Therefore 9.8+10.1=0.97, or 0.97 c.c. of 
cyanide standard solution equals 1 c.c. of silver nitrate. Hence 
instead of deducting 1.7 c.c. from 35 c.c., 1.70.97 or 1.65 c.c. 
were deducted, leaving 33.35 c.c. of cyanide combined with the 
nickel in this steel. 

To a plain carbon steel 0.200 gram of double sulphate of nickel 
and ammonium were added put through all of the steps of a 
regular analysis. This mixture required 28.75 c.c. of cyanide. 
The nickel salt contains 14.86 per cent of nickel, or 0.200 
0.1486 =0.02972 gram of nickel were present. Hence 0.02972 
+ 28.75 =0.00103, or 1 c.c. of standard cyanide solution is equiv- 
alent to 0.00103 gram of nickel. No. 3477, as has been stated, 
required 33.35 c.c. of the cyanide standard, and therefore con- 
tains 0.00103 X 33.35 =0.03435, or 0.03435 gram of nickel, or 


3.435 per cent. 
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CHROMIUM-NICKEL STEELS 


When chromium is present proceed exactly as in plain nickel 
steels except that 24 grams of citric acid per gram of steel are 
used. This proportion of citric acid is adequate to render the 
end-point quite as easy to see as in ordinary nickel steels. The 
action is prompt and free from recurrence of turbidity. Of 
course, cloudiness through the entire solution will occur, as the 
ammonia is dissipated from it, after it has stood for some time 
in an open beaker. 

The tabulation (1) that follows furnishes satisfactory proof 
that chromium does not interfere with the successful technical 
estimation of nickel in its presence: 


TABLE I 
BPR MLR lee Weg trea Re eee 
Per Cent. Garnaistecisi Amounts of Chromium. 
Number. 

525 5.09 4 Hal 
2991 4.44 2 4.45 
7239 3.24 1 3.28 
3017 4.96 1 5.03 
612 3.47 0.5 | 3.47 
7273 3.29 1 48 3.31 
622 3.56 0.5 3.56 
7288 3.32 2 3.41 
7289 3.11 2 3.16 
663 3.57 6 3.59 
2991 4.44 3 4.47 


The chromium was introduced in the form of recrystallized 
chemically pure potassium dichromate. The dichromate crystals 
were mixed with a weighed amount of nickel steel drillings before 
the addition of the 20 c.c. of hydrochloric acid. The combined 
action of the nascent hydrogen from the steel, the excess of 
boiling hydrochloric acid and the ferrous chloride reduced the 
chromate to chromic chloride, thus duplicating the conditions 
found when a chromium-nickel is similarly treated. 
Determination by this modification of the cyanide method 
can be finished in from forty-five to fifty minutes, either in the 
presence or absence of any per cent of chromium likely to be 
met with in steels or alloys soluble in the acids given. In this 
laboratory duplicate determinations in nickel or nickel-chromium 
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steels are made in the time just specified. By the process one 
can decide in a few minutes whether or not nickel is present in a 
given steel and just how much. Tungsten, if present, does not 
interfere, appreciably, as has been noted by the authors men- 
tioned in this article. The writer had two different amounts of 
nickel added to a steel containing several per cent of chromium 
and from 16 to 17 per cent of tungsten. This steel was then 
carried through exactly as though no tungsten or chromium 
were present, using the method as given for chromium-nickel 
steels. 


Nickel Added, Nickel Found. 
Gram. ~ Gram. 
0.0297 0.0299 
0.03715 0.0372 
None 0.0006 


Table II demonstrates that neither vanadium, tungsten, chro- 
mium, nor molybdenum, when present, in the amounts given, 
interfere appreciably in technical analysis. These amounts 
represent extreme cases, especially for the vanadium, it being 
equivalent in one instance to 3.5 per cent V when 1 gram of steel 
is taken. ; 

Tests were then made in the same manner in the presence of 
molybdenum and vanadium as follows: 


TABLE II 

Nickel Nickel 

Name. Kind of Steel or Mixture. Added, Found, 

Gram. Gram. 

Jae. avec anaes ce Contains 10%+Mo........... 0.0297 0.0295 
ECeateel errs. Contains 10% ==Mow.....:..-.: 0.0222 0.0223 
Je steel se. .e< Contains 10%+Mo........... None 0.0002 
Bxx-173 steel....| Contains 4% Mo and 4% Cr....| 0.0223 0.0222 
Bxx-173 steel....| Contains 4% Mo and 4% Cr....| 0.0297 0.0296 
Bxx-173 steel....| Contains 4% Mo and 4% Cr.... None 0.0004 
Aemixtures se ce 0.920 gram of steel............ 0.0297 0.0298 


OL030feramiotinickel=—--emts al) accra, |i tetas -rs 
5 She Oe ee ee 0.018 gram of vanadium.......] ...... Re ee 
Acmixture.-..... 0.840 gram of steel...........: 0.0223 0.0227 
OLO2 2 cram of nickel te geese. | bse gee || Baar one 
Soy SI Oe 0.035 gram of vanadium....... Se Sots Batra Se 
IND VER ce oe fe OOO"eram. on steele osc a. ¢ None 0.0008 
OROs5reram, Ol vanndium ye ao ceo, || ba oe. 


elimina bine! aiis,.«, oles. 0) 6) © (ee 
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As copper also forms cyanides, its presence would cause results 
to be too high, but copper is avoided in good steel making. Its 
presence is unlikely in greater amounts than 0.06 per cent, 
although the writer, on one occasion, found as much as 0.25 
per cent. in a low carbon steel, not a crucible steel, however. 
Crucible steel rarely contains over 0.04 per cent copper. The 
choice brands are under 0.03 per cent in copper. 

Wishing to test the extent to which nickel could be titrated 
in the presence of large percentages of chromium, iron being 
also present, the mixtures as given in Table III were titrated with 
potassium cyanide. The various salts were weighed into 150 c.c. 
beakers, together with the proper amounts of steel drillings. 
The same proportions of hydrochloric, nitric, citric and sul- 
phuric acids were employed as are herein given for nickel-chro- 
mium-steels, and were applied in the same manner. 

A sufficient quantity of the salts of chromium and nickel, and 
of the steel drillings, were taken to give a total of one-half gram 
of metals in the mixture. 

Double sulphate of nickel and ammonium ((NH4)2SO4- NiSO4: 
6H2O), potassium dichromate and steel drillings free from nickel 
were used as sources of nickel, chromium and iron, respectively. 

To obtain the nickel value of the cyanide standard under con- 
ditions similar to those existing in the mixtures tested, stand- 
ardizing mixtures of these salts were prepared varying from the 
mixtures tested as much as | per cent to 20 per cent in the different 
constituents. ; 


TABLE III 
Per Centr or Metats, Gram oF NICKEL. 
Ni. Cr. Fe. Added. Found. 
30 40 30 0.1499 0.1494; 0.1495 
60 20° 20 0.2999 0.3003; 0.2989 
20 40 40 0.1029 0.1022 
5 90 5 0.0250 0.0248; 0.0244 
4 92 4 0.0200 0.0199 
utes) 95 ono 0.00749 0.00805; 0.00822 
0.00225; 0.00243 
0.5 99 0.5 0.00249 , 
jroo 0.0026 
(0) 98.9 1.0 None None 
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For mixtures exceeding 10 per cent of nickel a standard 
cyanide solution with a nickel value of 1 c.c.=0.0031 gram of 
nickel was used. The standardizing mixtures were dissolved 
and treated exactly as the mixtures tested. The same method 
of standardization was observed in the work recorded in Table IV. 

Table III demonstrates that nickel: may be estimated by the 
foregoing modified cyanide process, using the proportions of 
citric acid as given, with sufficient accuracy for works analysis, 
and indeed for most practical purposes, even when the percent- 
age of chromium is as much as 99 per cent, and the nickel content 
is but one-half of 1 per cent. 

* The titration of the mixtures given in Table III, and con- 
taining the larger amounts of chromium, requires considerable 
practice on the part of the operator. The work should always 
be carried out in duplicate. The disappearance of the cloudi- 
ness in the presence of 0.100 to 0.450 gram of chromium in a 
volume of 350 to 400 c.c. is much more exactly observed when 
the mixture containing the iodide cloud is compared, from time 
to time, with a similar mixture which is perfectly free of this 
milky turbidity. The dilution of the deep purple, or wine color, 
of these ammoniacal mixtures of citrates to more than 300 to 
400 c.c. renders the end-point but slightly more distinct, and has 
the great objection of retarding the reaction between the cyanide 
and the nickel. The increase above 24 grams of citric acid, in 
the solution, even to the extent of adding 60 grams of citric 
acid, did not relieve the density of color to any perceptible 
extent. 

When titrating with a standard, 1 c.c. of cyanide=0.0031 
gram of nickel (three times the strength used for steels), do not 
also increase the strength of the silver standard to equal it, but 
still retain the silver nitrate standard as given for steels. A 
silver nitrate solution sufficiently concentrated to be equivalent, 
volume for volume, to the cyanide standard (1. c.c.=0.0031 gram 
of nickel) on being dropped into the solution containing the 
potassium iodide, does not produce the usual opalescence, alone, 
but forms curds of iodide that do not readily combine with the 
cyanide standard. The end-point is reached and the main body 
of the solution is free of cloud while curds of silver iodide still 


* Read the determination of nickel in the presence of much chromium, 
page 229. 
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lie on the bottom of the’ beaker. The weaker silver nitrate 
standard, or 5.85 grams of silver nitrate to the liter, produces 
with the potassium iodide a finely divided cloud of precipitate 
that combines promptly with the strong cyanide standard, 
giving a sharp end-point. Weigh, therefore, 2.925 grams of 
silver nitrate, diluting to 500 c.c., and 13.4604 grams of the 
best grade of potassium cyanide, diluting to 1000 c.c., for titra- 
tions of solutions containing from 0.100 to 0.300 gram of nickel; 
1 c.c. of this silver nitrate solution should be equivalent to 3 c.c. 
of the concentrated cyanide standard (1 c.c. cyanide=0.0031 
-+grams of nickel). 

The titration of nickel by potassium cyanide in mixtures 
containing large percentages of manganese with varying amounts 
of chromium and iron was also tried. 

As in the experiments outlined in Table III, mixtures were 
prepared to contain one-half gram of metallic substances. The 
same nickel and chromium salts were employed. Potassium 
permanganate crystals supplied the manganese. 

The crystals of double sulphate of nickel and ammonium, 
potassium dichromate and potassium permanganate were weighed 
into a 150 c.c. beaker with the steel drillings. To this were 
added 20 c.c. of dilute hydrochloric acid. The contents of the 
beaker were then boiled, after the first action was completed, 
until the chromate and permanganate were reduced. An addi- 
tion of 10 c.c. of nitric acid (1.20) followed, and the analysis 
was carried out exactly as given for chromium-nickel steels, 
using 24 grams of citric acid. The results obtained are given in 
Table IV. Sulphuric acid was added as in the process for steels. 

Table IV gives evidence of the fact that nickel can be accu- 
rately determined in the presence of large percentages of chromium 
and manganese, if the conditions herein given are carefully 
observed. In the hands of a practiced operator no difficulty was 
experienced in the analysis when as much as 95 per cent of 
manganese was in solution with but 0.25 per cent of nickel. 

Where large amounts of reduced chromium are encountered 
with nickel, the latter can be titrated to a better advantage by 
boiling the sulphuric acid solution of the sample with an excess 
of KMnOu,; filtering out the manganese oxide and then proceed- 
ing with the addition of the citric acid, ete., (see E. D. Campbell 

and W. Arthur, J. Am. Chem. Soc., 30, 1116-20, July, 1908). 
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TABLE IV 

Per Cent or MbeTALs. Gram or NICKEL. 
Ni. Mn. Cr. Fe. Added. Found. 
41 20 10 30 0.2059 0.2058 
20.6 40 20 20 0.1029 0.10228 
15 60 15 10 0.0750 0.0752 
1.5 95.5 1 2 0.00749 0.00762 
0.25 94.9 2 2.9 0.00124 0.00122 

94.9 2 4 None . 0.00006 


There is not the slightest need for all this extra work for any 
amount of chromium ever found in steels, unless it is desired to 
determine this element in the same analysis with the nickel. 
In that event use 4 grams of steel and proceed as in CrV steels 
(Chapter II); and, when the solution is ready for the titrations, 
divide it in two equal portions. Finish one portien for Cr and V 
by the method in Chapter II. Finish onn-Haur of the other 
part for nickel, adding citric acid, etc. This procedure avoids 
the reoxidizing and refiltering resorted to by Messrs. Campbell 
and Arthur; and also any necessity of making the objectionable 
spot tests. It affords an easy way of getting Cr, V, and Ni from 
the one analysis. ; 

Add the citric acid after neutralizing the free acid when large 
amounts of chromium or vanadium are present with the nickel. 

By first performing the neutralization before adding the citric 
acid, the latter is prevented from reducing the vanadium or 
chromium and, in this way, the intense dark colors are elimi- 
nated. ii is still better to not only neutralize the free acid of 
the chromic acid-nickel or the vanadic acid-nickel solution, but to 
also convert the citric acid to ammonium citrate before adding 
this organic compound to the almost or entirely neutral solution 
of the nickel and chrome, or nickel and vanadium. This of 
course applies only to the filtrate after boiling with permanganate 
to oxidize the vanadium to the vanadic and the chromium to 
the chromic state. This oxidation is highly to be recommended 
when large amounts of vanadium or chromium are present. 

After adding the ammonium citrate, the usual amount of 
excess of ammonia is introduced and the citrate will gradually 
dissolve the iron hydroxide after prolonged stirring. | _ 
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Tue CompLete ANALYsIS oF “ 30 PER CENT” NICKEL STEEL 


Iron.— Dissolve 0.3 or 0.45 gram of sample in 30 c.c. of 1.20 
nitric acid in a porcelain dish, and when the action is over, evap- 
orate the solution to dryness; ignite the bottom of the dish to a 
dull red to destroy the carbon; cool; dissolve in 20 c.c. of cone. 
HCl and finish as in iron ore by reduction with stannous chloride 
and titration with potassium dichromate standard. The nickel 
does not interfere except to turn the spot tests cloudy, but not 
so quickly but that the end-point can be seen. 0.45 gram of 
sample required 53.2 c.c. of the standard; 53.2 times 0.00565 
divided by 0.45 times 100 equals 66.7 per cent iron. 

Standardization in the Presence of Nickel.—Dissolve 0.300 
gram of the U. S. Bureau Sibley iron ore together with 1.00 gram 
of double sulphate of nickel and ammonia, as above, and put it 
through all of the operations as given. ‘Titrate it with the regular 
dichromate standard as used for iron ore (9.8 grams of recrys- 
tallized KeCr207 dissolved in water and diluted to 2000 c.c.). 
This gives a factor of 1 ¢.c. equals 0.00565 gram of iron, that is, 
36.7 c.c. of the standard were used, hence 0.300 times 0.692 
divided by 36.7 equals 0.00565. 

The carbon, manganese, etc., were determined as in plain 
steels. 2 


RESULTS 
Per Cent. Per Cent. 
Warbontenn ch. fete toe 0.20 Silicons.. «Arm ecneine ree 0.125 
Manganese : nascar sis vere 0.74 Nickel nor omee ns sisaeraete 32.27 
IEHOsDhOL Us aes eer tenia ane O2025 I Troniaccs coma tecete eo eae 66.75 
Sulphur eee see 0.025 


Brunck’s Metuop ror NICKEL IN STEEL 


This method is supposed to separate nickel from iron, chro- 
mium, zinc, manganese and cobalt. The presence of a large 
quantity of manganese requires the precipitation to be made 
from acetic solution. The procedure for steel is to dissolve from 
0.5 to 0.6 gram in 10 ¢.c. of 1: 1 HCl with heat. Oxidize with 
nitric acid; boil off the red fumes; silicon is not removed; it 
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would seem to the writer that it would be safer in some steels 
to remove the silicon by evaporation to dryness. 

Add from 2 to 3 grams of citric acid and make the solution 
slightly ammoniacal to see if any precipitation occurs. If the 
solution remains clear, add HCl drop by drop until slight acidity 
is attained. Heat to near boiling; add 20 e.c. of a 1 per cent 
solution of dimethylglyoxim in aleohol. Now drop in ammonia 
to slight alkalinity. Let stand for one hour and filter hot. Wash 
with water. The red precipitate is caught on a Gooch or Munroe 
crucible and, after being thoroughly washed, is dried for forty- 
five minutes at from 110° to 120° C. The weight obtained is 
multiplied by 0.20326 to convert it to metallic nickel which is 
then calculated to percentage. 

The percentage of 20.326 corresponds to the formula of 
CsHi4N404Ni. Prettner recommended the holding of the solu- 
tion for an hour before filtering off the scarlet precipitate. Those 
wishing to read the original descriptions of the method should 
consult Zeitschrift fiir Angew. Chemie, 1907, Nr. 47, 8. 1844. 
Dr. O. Brunck. Also Chem. Ztg., 33, 1909, p. 396. 


A MopiricaTION OF BrRUNCK’s METHOD BY SOLUTION OF THE 
Rep PRECIPITATE IN Nitric AcID AND TITRATION OF THE 
SOLUTION IN THE UsuaL Way wiTtH KCN anp SILVER 
NITRATE 


Proceed as for nickel as in Brunck’s method, obtaining the 
red precipitate, which is washed fifteen times with 500 c.c. of 
water containing 10 c.c. of a 2 per cent solution of the dimethyl. 
The precipitate is dissolved off the filter with 25 c.c. of 1.20 nitric 
acid, allowing the solution to run into the beaker in which the 
precipitation of the nickel was made. Wash the filter about 
thirty times with water containing 10 c¢.c. of 1.20 nitric acid per 
500 ¢c.c. of water, or until the wash water no longer gives a test 
for nickel with the dimethyl. Add 15 c.c. of 1: 3 sulphuric acid 
to the nitric acid solution of the red precipitate; boil twenty 
minutes; cool; add 5 grams of citric acid; make faintly ammo- 
niacal; add 10 drops of 1: 1 ammonia and finish for nickel by 
titration with KCN and silver nitrate. By this method the 
U. S. nickel-chrome standard, No. 32 (1.62 per cent Ni) gave 
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1.63 per cent nickel, and the U. 8. nickel standard No. 33 (3.33 
per cent Ni) gave 3.36 per cent Ni. 

One should be able to use this method for the determination 
of small amounts of nickel by taking large weights of the sample. 
Elements like manganese, vanadium, and chromium, that give 
very dense dark citrates when in the “ous” state, could be 
analyzed for small per cents of nickel in the above manner by 
separating away the bulk of these elements from the nickel. 
(See the Determination of Small Amounts of Nickel in the 
Presence of Large Amounts of Cobalt, page 382.) The idea of 
such a modification of Brunck’s method was suggested to the 
author by Mr. A. G. Greenameyer. The above details are the 
author’s. : 

For the Determination of Nickel by Electrolysis, see page 386. 


Tur Present RovuTINE STANDARD Mertuop For NICKEL 
(May, 1919) 


Nickel in Steel Weigh 1 gram of the sample into a clean 
400 c.c. beaker. Add 25 ec.c. nitric acid (sp. gr. 1.20); put 
cover glass on beaker and place on argand stove over a low flame 
until sample is dissolved. Add 15 e.c. sulphuric acid (1: 3); 
raise flame slightly and boil until all brown fumes have been driven 
off. Failure to entirely expel the brown fumes causes inaccurate 
results. Remove from stove; rinse cover glass and sides of 
beaker with distilled water. Allow to cool somewhat; then add 
10 grams citric acid (powdered). 

Add 50 to 60 ¢.c. ammonia water (1:1); stir until citric 
acid crystals are in solution; then transfer beaker to a pan of 
cold water. (Do not float the beaker, it may upset.) If the 
solution when cold still smells strongly of ammonia, add 1:3 
H2SO4 a few drops at a time or until the test smells only slightly 
ammoniacal. However, if when cooled, solution instead of 
being ammoniacal is neutral or faintly acid, turning blue litmus 
to a red, then add ammonia a few drops at a time until the solu- 
tion is faintly ammoniacal. 

The test is ready for titration when it has a distinct, but not 
strong smell of ammonia. At this stage, red litmus turns blue 
where it dips into the solution. If the solution is strongly ammo- 
niacal. low results are obtained. If it is too faintly ammoniacal 
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high results are gotten. The operator soon learns to judge the 
right amount of ammonia. 

To the faintly ammoniacal solution, add 2 c¢.c. of potassium 
iodide from a small graduate and stir. Using a burette con- 
taining silver nitrate solution, note the reading of the burette; 
then add 2 ¢.c. of the same to the test and stir well. A pale 
yellow cloud should form throughout the solution. 

Using another burette containing dilute standard potassium 
cyanide solution, note the reading, then add just enough of this 
solution to clear up the cloud that was previously formed—thus 
finally obtaining a clear solution. Stir constantly during the 
addition of the KCN. 

Record the final readings of both silver nitrate and potassium 
cyanide burettes. By subtraction the number of c.c. consumed, 
of each are obtained. 


STEELS CONTAINING CHROMIUM 


Dissolve first in a mixture of 30 c.c. of H2SO4 (1:3) and 
20 c.c. distilled water. Heat until dissolved, oxidize with 20 c.c. 
HNOs (1.20). Boil off all brown fumes; remove from fire; 
cool; add the citric acid and proceed as given above. 


CALCULATIONS 


Known Mixture for Standardizing 


200 mg. NiAm sulphate (14.8% Ni) Place in 400 c.c. beaker and run 
1 gm. plain steel simultaneously with tests 
(Most steels contain at least 0.02% Ni and 0.025% Cu.) 
AOC: ach Meee s & eces Gs Binal Reading eee: oe ose 82.3 c.c. 
DUR W Os on ee er Wire Ae Starte meerere see ea. w- 49.6 c.c. 
2.0 c.c. total silver nitrate Total cyanide. sho BPA ORS 
l.lc.c. (1 ¢.c. silver =1.1 ¢.c. cyanide) Silver equivalent.. 2.2. c.c. 
2.2. =silver nitrate used by the Nickel equivalent. 30.5 c.c. 


excess of KCN. 
14.8% Ni in Nickel Ammonium Sulphate. 
.2 gram 
30.5 )2.9600( 0.097 or 1 c.c., =0.00097 gram Ni 


Factor 1 ¢.c. cyanide, 0.097 per cent Ni on 1 gram basis, 
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High Nickel Steels 


Run as directed above, but use cone. KCN solution for titration. 1 e.c. 
AgNO; usually equals 0.226 c.c. strong KCN. 

Caution.—Be extremely careful in handling cyanides, as they are very 
poisonous, 

Keep silver nitrate solution away from bright light, especially sunlight, 
which causes it to undergo decomposition. 


CHAPTER IX 
Part IT 
THE ANALYSIS OF NICKEL-CHROMIUM ALLOY 


THE widespread application of true nickel-chromium and 
nickel-chromium-iron alloys to resistance heating has made 
further work for the analyst. 

The author has analyzed several varieties of these useful 
alloys as follows: 


NICKEL 


Dissolve 0.5 gram of the wire in a No. 5 porcelain dish with a 
mixture of 20 c.c. conc. HCl and the same amount of conc. 
HNOs3 and evaporate to 15 ¢.c. Add 100 c.c. of conc. HNO3 and 
evaporate to 20 c.c. Transfer the solution to a 600 c.c. beaker; 
add 40 c.c. of 1: 3 H2804; dilute to 200 c.c.; heat to boiling; 
add permanganate of potassium to the boiling solution until an 
excess of brown manganese oxide remains without perceptible 
change after a half hour of boiling; cool; filter on an asbestos 
plug or through a porous crucible, making sure that none of the 
Manganese oxide runs through, as the filtrate must be perfectly 
clear. Cool; add 1:1 ammonia until a precipitate starts to 
form; add 15 grams of citric acid made slightly alkaline to 
litmus paper by ammonia. Add ten drops more of the ammonia, 
if necessary to render the solution slightly alkaline. Titrate 
the solution with the concentrated KCN standard given on 
page 227. To standardize the cyanide under conditions similar 
to the alloy, put the following mixtures through all of the above 
operations and then titrate them with the KCN: Mixture No. 1, 
1 gram of the nickel-ammonium sulphate, and 200 mgs. of potas- 
sium dichromate; mixture No. 2, 2 grams of nickel-ammonium ° 
sulphate and 200 mgs. of the dichromate. The nickel-ammo- 
nium sulphate used in this work was checked by electrolysis 
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and found to contain 14.6 per cent nickel, hence mixture No. 1 
contained 0.146X1.00 or 0.146 gram of nickel, and mixture 
No. 2 contained 0.146 2.00 or 0.292 gram of nickel. 


CHROMIUM 


Dissolve 0.500 gram of the finely ground sample exactly as 
given for nickel and proceed with the analysis as for nickel and 
filter off the excess of manganese oxide as in the case of the nickel. 
Cool the filtrate if the titration is to be finished forthwith; omit 
the neutralization with ammonia; and titrate; after adding 
40 c.c. of 1:3 sulphuric acid and diluting further to 250 c.c. 
with water. Titrate with the same strength of sulphate and 
permanganate standards as are given on pages 12 and 13. Do 
not use any ferricyanide indicator, as the nickel would be pre- 
cipitated and hide the end-point. First add the sulphate stand- 
ard until all red tints are gone and there remains only the chrome 
green; then add an apparent excess of about 10 c.c. Next 
titrate with the equivalent permanganate standard until a faint 
permanent pink flush is visible through the green of the chro- 
mium. The amount of the sulphate used less the number of c.e. 
of the permanganate required to produce the pink end-point is 
multiplied by the value of the double sulphate in chromium 
per c.c. The result equals the number of milligrams of chro- 
mium in the 0.500 gram of sample. The standardization is 
accomplished by putting the following known mixture through 
all of the foregoing operations: 0.250 gram of plain carbon steel, 
0.100 gram of recrystallized potassium dichromate and 2 grams 
of nickel-ammonium sulphate; also’ the same amounts of steel 
and nickel salt with 0.200 gram of the dichromate. These mix- 
tures are titrated in the same way as described for the sample 
itself and the value of the sulphate in chromium is calculated 
in the usual way. The value of the dichromate in metallic 
chromium is taken as 35.35 per cent Cr. 


MANGANESE 


: Dissolve 0.300 gram of the wire in a mixture of 10 c.c. of conc. 
nitric acid and 5 c.c. of conc. hydrochloric acid. Evaporate to 
5.0 c.c.; add 50 c.c, of cone. nitric acid and evaporate to 10 c.c.; 
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add 25 ¢.c. more of the nitric acid and again evaporate to 10 c.c. 
Transfer to a 10X1 inch tube and finish as in chrome steels, 
as directed on page 32. 


CARBON 


Twist several strands of the wire into a rope and take millings 
therefrom as described under Milling (see page 271). Then 
burn with red lead as in ferro-chromium. 


SULPHUR AND SILICON 


The sulphur is determined as in the gravimetric method for 
alloy steels. The silicon is obtained from the insoluble matter 
filtered out before precipitating the sulphur with barium chloride. 


IRon AND ALUMINUM 


Dissolve 1 gram of millings in a mixture of 20 c.c. of conc. 
HCl and 20 c.c. of conc. HNO3. Heat until all action is over; 
boil down to 20 c.c.; transfer to a liter boiling flask; dilute to 
300 c.c. and peroxidize, as described on page 35, getting filtrates 
A and B, and if B has a distinct yellow color, then a third peroxi- 
dation should be made, obtaining a third filtrate and washings 
C that are free from an appreciable yellow color, showing that 
all of the chromium has been separated from the iron present. 
The aluminum is obtained from A, B and GC, as in ferro-vanadium, 
that is, by adding 1: 1 HCl slowly with constant stirring until 
turmeric paper is no longer immediately turned to even a sug- 
gestion of a brownish red color on being dipped into the solution. 
The operator can easily tell when he is approaching the end-point 
by the sudden increase of the effervescence, as the acid is added; 
also if aluminum is present to the extent of even 1 per cent the 
solution will have become cloudy and if several per cents are pres- 
ent, the usual white, flocculent, precipitate of aluminum hydroxide 
will have formed. Continue to add the acid until the turmeric 
shows no more immediate change of color than if it had been dipped 
into water. Of course in a minute or two the paper will take 
on a faint brownish red. At this stage the solution will change 
litmus paper at once to a distinct blue. A, B and C can be 
combined in one before performing the precipitation of the 
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aluminum, or if the volumes are too great they can be treated 
separately and the precipitates combined on the one filter. The 
alkaline solution is brought just to a boil, before adding the 
acid, but in no case should the strongly alkaline solution be 
heated further, as by so doing large amounts of glass are dissolved. 
The precipitate of aluminum is then washed and dissolved off 
the filter, reprecipitated with a slight excess of ammonia and 
weighed as AloO3 plus a little P2Os and SiOz and finished from 
that point on as given on page 36 and on page 37. 

The Iron.—aAll of the iron will be on the filter from filtrate C, 
except a slight film which will be clinging to the walls of the boil- 
ing flask. The latter is cleaned by warming in the flask a little 
1: 1 HCl and the iron on the filter is dissolved off with hot acid 
of the same kind. The iron from the flask and the filter are 
combined and titrated as in iron ore after reduction with stan- 
nous chloride. To standardize the dichromate the following 
known mixture was put through all of the foregoing operations: 
250 mgs. of standard iron ore, 0.100 gram of potassium dichro- 
mate and 2.00. grams of the nickel-ammonium sulphate. Also 
for a check, 0.260 gram of the iron ore, and the same amounts 
of the other two salts as before. The Sibley ore No. 27 of the 
U. 8. Bureau of Standards is extremely useful as a known source 
of iron to add to all such standardizing mixtures. The salts of 
nickel and chromium are of course added to have the stand- 
ardizing mixtures as near the samples as possible. 


SOME TYPES OF NICKEL-CHROMIUM AND NICKEL-CHROMIUM- 
IRON ALLOYS 


No. 1 No. 2 No. 3 No. 4 No. 5 
(Carbone en eee es 0.12 0.35 0.30 0.14 0.41 
Manganese.......... 0.82 2.74 1.50 Trace 1.95 
SUD AUT Serpe eit: 0.012 OF, 0 4 el wamercieet 0.027 0.026 
Nickel eee wen sion 76.93 60.35 66.42 83.91 56.47 
(¢ Drromnilina errata 16.40 10.12 19.37 13.97 15.64 
UCONN erie. peas yee t 0.23 OF40F Fie ea et eee aera 1.66 
ETOTUR tote ele tee Sires 1.81 25511 10.23 1.47 22.58 
PAU eren eters « 2.68 OsbSe ieaeeee es | see 1.20 
IP DGSPHOLUBS apg tke Ltt cis MICAS Rao Ol ese in | ds ae 0.03 


CHAPTER: LX 
Part III 


THE ANALYSIS OF NICKEL-COPPER IRON ALLOY 
(MONEL METAL) 


SILICON AND CopPrpER 


DissoLtvE 0.5 or 0.6 gram of the drillings or millings in a 
No. 5 porcelain dish with 35 c.c. of 1.20 nitric acid. In the 
same manner dissolve two standardizing mixtures as follows: 
(1) 0.100 gram of 99.9 per cent metallic copper and 2.00 grams 
of the double sulphate of nickel and ammonia. (2) 0.200 gram 
of the copper and 3 grams of the double sulphate. Heat until 
all action with the nitric acid has ceased; add 70 c.c. of 1:3 
sulphuric acid and evaporate to thick white fumes. Add 100 c.c. 
of water; heat until all is in solution except a little white insoluble 
residue of flotant silicic acid which is filtered through a double 
11 c.c. ashless filter and washed free of iron with water con- 
taining 10 per cent by volume of 1 : 3 sulphuric acid. Finish the 
washing with water; get the silicon from the residue on the filter 
as in steels, page 348, by loss of weight after evaporation with 
a few drops of conc. sulphuric acid and 10 c.c. of hydrofluoric 
acid. Any residue of oxides remaining after this evaporation 
and ignition is dissolved out with a little conc. HCl and the 
solution is added to the main filtrate from the silicon. This 
filtrate is diluted to 400 c.c. with water, heated nearly to boiling, 
and hydrogen sulphide is passed through it until the copper 
separates out well. Filter the sulphide of copper through a 
double 123 em. filter and wash with HeS water containing 5 drops 
of 1: 3 sulphuric acid per 500 c.c. of water, giving not less than 
forty washings. Dry the filter, burn it off at a low red heat 
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in a porcelain crucible, and dissolve the copper oxide in 20 c.c. 
of 1.20 nitric acid. Transfer the solution to a 400 c.c. beaker; 
add 1.5 grams of citric acid; make neutral with a saturated 
solution of sodium carbonate and add 25 c.c. excess of the car- 
bonate. Titrate the copper by the cyanide method as described 
on pages 213 to 216. For the indicator use a 20 per cent KI 
solution (20 grams of the KI to 100 c.c. of water); for the cyanide 
use 4.4868 grams to the liter; and for the silver nitrate dissolve 
2.925 grams in water and dilute to 1 liter. It may be well to 
give the routine of the titrations here. Add the KCN to the 
solutions containing the various amounts of test and the known 
mixtures until all blue color is gone; then wait at least a half 
hour before proceeding with the cyanide and silver titration. 
Unless this pause is made discordant results will be obtained, 
owing to the slowness of the complete reaction between the 
cyanide added to discharge the blue, and the copper. After 
the half to one hour interval, add 2 c.c. of the KI indicator, 
and then the silver nitrate until a slight white cloud of silver 
iodide appears that is permanent. To get the relation between 
the silver and the cyanide next add 5 c.c. of the KCN standard 
and again add the silver until the slight cloud again appears. 
Standardization and Calculations ——Mixture No. 1 required 
83.2 c.c. of the KCN to discharge the blue color, and after waiting 
for at least a half hour it required 6.5 c.c. of the AgNO: standard 
to produce a slight cloud of silver iodide in the solution; further, 
on adding an excess of the KCN of 5 c.c. it required 4.3 c.c. of 
the AgNOgz to again produce a slight permanent cloud in No. 1. 
By this last titration, therefore, 4.3 ¢.c. of the “silver” equal 
5.0 c.c. of the cyanide. Since 6.5 c.c. of the silver solution were 
needed to produce the first slight cloud after the thirty-minute 
delay, then 6.55 divided by 4.3 or 7.5 c.c. must be deducted 
from the 83.2 c.c. required to discharge the first blue in order 
to obtain the actual amount of the KCN standard that was used 
by the copper taken. This gives 75.7 c.c. of the KCN equal 
to 0.100 99.9 of metallic copper or 0.0999 gram, or 1 c.c. of the 
KCN equals 0.00132 gram of copper. In the same way from 
mixture No. 2 it was found that 149.8 ¢.c. of the KCN equal 
0.1998 gram of copper, or 1 c.c. of the KCN equals 0.001333 gram 
of copper. The average of the two standardizations was 0.00133. 
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In the same manner 0.5 and 0.6 gram of the monel gave 26.6 
and 26.9 per cent copper. 


NIcKEL In MongEL 


The filtrates from the HS precipitation of the copper are 
evaporated to fumes with 100 ¢.c. of 1: 8 HeSO4; cool; add 50 
c.c. of water; and then 10 c.c. of conc. HNOs; heat to destroy 
any remaining hydrogen sulphide; filter if not clear, and titrate 
with cyanide and silver. For the cyanide standard dissolve 
44.868 grams of KCN in water and dilute to 2 liters, and for 
the silver nitrate and the potassium iodide use the same strength 
as given for the copper. In making the titration add 2 c.c. of 
the KI and then the AgNOgs3 until a distinct white cloud of the 
silver iodide is formed; then add the KCN until the cloud just 
disappears; then add 10 c.c. excess of the KCN and just bring 
back the white cloud to get the relation between the silver 
nitrate and the KCN. As No. 1 (see copper) contained 2 grams 
of the nickel ammonium sulphate, there were present, theo- 
retically, 0.1486 2.00, or 0.2972 gram of nickel. By the excess 
titration it was found that 1 e.c. of the AgNOs3 equals 0.21 c.c. 
of the KCN. The first cloud produced by the addition of the 
2 c.c. of KI did not disappear until 61.0 c.c. of the KCN had 
been added. In the standardization 2.4 c.c. of the AgNO3 
were actually added to produce the cloud with the KI; and by 
the titration of the 10 c.c. of excess KCN, 47.6 c.c. of the AgNOz 
were required to again reproduce the cloud; therefore, 61.0 c.c. 
less 2.410 divided by 47.6, or less 0.504 c.c., equal 60.5 c.c. 
which equal 0.2972 gram of nickel, or 1 c.c. of the KCN equals 
0.00491 gram of nickel. In the same way mixture No. 2 gave 
1 c.c. of the KCN standard equals 0.00493 gram of nickel. From 
the 0.5 and 0.6 gram of the monel, 68.82 and 68.63 per cent 


nickel were found. 


TRoN 


Dissolve 1 or 13 gram of sample in 25 c.c. of 1.20 ¢.c. nitric 
acid in an 800 c.c. beaker and dilute to 500 c.c. Precipitate the 
iron with a considerable excess of ammonia and let the solution 
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stand until the iron is well separated. Filter it off; wash the 
precipitate with 1 : 20 ammonia until the washings are no longer 
colored blue; then redissolve the iron with 40 ¢.c. of 1: 1 HCl; 
wash the filter free of iron with 1: 20 HCl and precipitate the 
filtrate and washings as before with an excess of ammonia; filter 
off the iron hydroxide; wash it as above; dissolve it as before; 
dilute the filtrate and washings from this HCI solution to 300 c.c.; 
heat to boiling; add stannous chloride until the iron is decolorized 
and 3 or 4 drops in excess; cool; add 35 c.c. of the mercuric 
chloride solution; stir and titrate at once with a dichromate of 
potassium made by dissolving 1.225 grams of this salt in water 
and diluting it to 1 liter. Add-the dichromate standard until 
the solution being titrated no longer gives a blue spot test with 
potassium ferricyanide when two drops of it are mixed with 
the same amount of the ferricyanide indicator on the usual 
porcelain plate. To standardize the dichromate put enough of 
the iron ore furnished by the Bureau of Standards or of some 
other equally reliable iron standard through all of the foregoing 
manipulations as though Ni and Cu were present, and titrate 
with the dichromate standard. In one such analysis, enough 
iron ore standard was taken to equal 30 and 60 mgs. of metallic 
iron in solution. This gave 1 c.c. of the dichromate equals 
0.00141 gram of iron. 

The mercuric chloride solution is made oY disielvine 50 grams 
of the salt in 1000 ¢.c. of water. 

The stannous chloride is made by dissolving 10 grams of stan- 
nous chloride or an equivalent amount of pure tin in 100 c.c. 
dea EC), 

The ferricyanide is prepared by dissolving 0.50 gram of this 
salt in 100 c.c. of water at the time it is to be used to get the 
sharpest end-point. 


Carbon, MANGANESE, SULPHUR AND PHOSPHORUS 


The sulphur is found by the gravimetric method as in plain 
steels, as given on page 335, the carbon by direct combustion 
in oxygen, the manganese by the volumetric method given on 
page 338 and the phosphorus as given on pages 310 to 325. 
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SOME ANALYSES OF MONEL METAL 


No. 1 No. 2 No. 3 
(ORT S007 Tt pee a Rae ete eae See 0.15 0.10 0.30 
IVER TA PANCSE Maen Gh. tote cir here. lead eden Trace 3.27 
BhoOsphOrus ec eerste cae 0.020 : 0.017 0.045 
Ul hurts caesar reek as ees 0.048 0.020 0.063 
UTC OTIS ciety Sarees, enc Meme AE 0.236 0.190 0.67 
PCa TAW RE Sere Cre Sie crests sabiteetenavas ce: 2 OOM pl ade wasnt: 3.98 
IND LoTR ES Vio eR a ete ene eee ae 68.82 69.18 66.78 
Wap Mena ice cel ae he NS 26.95 27 .24 24.86 
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CHAPTER X 
Part I 
FERRO-MANGANESE 


Gravimetric Method.—Dissolve 1 gram of sample in 50 c.c. 
of 1.20 nitric acid in a No. 4 porcelain dish. Remove the watch 
glass. Evaporate to dryness. Ignite to low red heat to destroy 
the carbon. Replace the cover. Dissolve in 40 c.c. cone. hydro- 
chloric acid. Heat until fumes of chlorine have disappeared. 
Filter into an 800 ¢.c. beaker. Wash the residue on the filter 
with 1 : 10 hydrochloric acid until it is free from iron test. Wash 
it further with water until it is free from chlorine test. Ignite 
the residue in a weighed crucible and finish for silicon as in steels. 
The residue remaining, after evaporation of the silicon with 
HF and a few drops of H2SOuz, is ignited*at a low red; then 
weighed, the loss of weight being the silica. The weighed residue 
is dissolved out with a few drops of HCl and added to the main 
filtrate from the silica as it may contain some manganese, éspe- 
cially if the ferro is high in silicon. 

Dilute the filtrate and washings to 300 c.c. Add dilute am- 
monia until one drop produces a precipitate that fails to dissolve 
with persistent stirring. Now add 1 drop, only, of 1: 1 hydro- 
chloric acid. Also pour into the solution 1.5 ¢.c. of ammonium 
acetate for every 100 mgs. of metallic iron supposed to be present. 
(The ammonium acetate solution is prepared by dissolving 50 
grams of the salt in 50 c.c. of water. Add dilute ammonia to 
this solution a drop at a time until it smells very faintly of 
ammonia.* Add water until the total volume of the acetate 
solution is 100 ¢.c.) Heat to boiling. Boil one minute. Permit 
the precipitate to settle a few moments. Stir in some paper pulp. 


* Or reacts slightly blue with red litmus paper. 
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Filter hot. Wash fifteen times with hot water containing 2 c.c. 
of ammonium acetate to 100 ¢.c. of water. 

Redissolve the precipitate with 10 ¢.c. of hot 1 :.1 hydro- 
chloric acid. Wash the filter free from iron test. Dilute the 
filtrate and washings to 200 c.c. and precipitate it again as before. 
Wash the precipitate. Combine this filtrate and washings with 
the original filtrate and washings. Evaporate all (after adding 
to the combined filtrates 5 ¢.c. of 1:1 hydrochloric acid) to 
200 c.c. Filter if necessary. Add 25 c.c. of ammonium acetate 
solution. Heat to boiling in a platinum or porcelain dish. Add 
to the boiling solution 75 c.c. of a saturated solution of micro- 
cosmic salt, stirring continuously. Add a slight excess of ammo- 
nia,* and continue to heat the precipitate and supernatant fluid 
with frequent stirring until the pink manganese phosphate 
changes from a flocculent slimy precipitate to a pink crystalline 
heavy one that settles rapidly to the bottom of the vessel. When 
cold, filter out the manganese phosphate and wash it with cold 
water until no milkiness is obtained from the washings on being 
acidulated with a drop or two of nitric acid and tested with a 
drop of silver nitrate solution. 

Add 10 c.c. more of the precipitant to the filtrate and wash- 
ings. If a precipitate forms after several hours, collect it; wash 
it as in the main precipitate. Dry the two filters containing 
the phosphate. Remove the latter to a large watch glass. 
Cover it. Burn its filter in a weighed platinum crucible at a 
low red heat until all black is gone. Now add the small residue, 
if any, obtained from the filtrate and washings tested with 10 c.c. 
of the phosphate of sodium and ammonium. When this residue 
has been burned white at the lowest possible heat, add the main 
phosphate precipitate and ignite it very slowly to prevent loss 
by dusting due to liberation of ammonia. Then raise the heat; 
to redness until all carbon is gone. Weigh the precipitate as 
MneP207. Dissolve the same in 1: 1 hydrochloric acid, and if 
the solution contains any insoluble matter such as silicic acid, 
filter it out. Wash it. Ignite and weigh it. Deduct the weight 


* Add only enough of the 1:1 ammonia, at first, to produce a slight 
milkiness. Stir the boiling solution until this milky precipitate becomes 
heavy and crystalline. Then add the balance of the ammonia, slowly, and 
with constant stirring to the boiling solution, making sure that an excess of 
ammonia is used. 
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from the weight of the Mn2P207, multiply the remainder by 
38.69 and divide by the weight taken for analysis to obtain the 
per cent of manganese. 

If the quick nickel test (see Chapter IX, page 228) shows that 
considerable nickel or copper is present, these elements should 
be removed by hydrogen sulphide before making the phosphate 
precipitations. This can be done as follows: Make the filtrate 
from the iron hydroxide slightly acid with acetic acid and pass 
H2S through it until the sulphides collect and settle out well; 
filter; wash with H2S water; concentrate the filtrates and wash- 
ings until crystallization begins. Dilute with enough cold water 
to dissolve the crystals; filter again; wash with water, alone, 
and then proceed with the phosphate precipitation of the filtrate 
as in the first gravimetric method. 


PHOSPHORUS 


The precipitate of ferric acetate contains all of the phos- 
phorus. It can be dissolved off the filter and evaporated to 
moist dryness on the water bath. Dissolve the residue in 50 c.e. 
of conc. nitric acid. Evaporate to about 5 c.c. Rinse into a 
5 ounce beaker. Boil with permanganate and finish the phos- 
phorus as in steel. ay 

The phosphorus may be determined on a separate portion by 
dissolving 1 gram in nitric acid. Evaporate to dryness. Ignite 
to a dull red. Dissolve in HCl. Convert into nitrate. Filter 
and finish as in steels. 


IRON 


_ Proceed exactly as for manganese up to the point where the 
small amount of iron and manganese (remaining after the silica 
has been removed with HF and H2SO4), has been ignited and 
dissolved and added to the main solution. The total main 
solution will now contain all of the Mn, Fe, Cu, P, and Ni. The 
iron can be precipitated out with ammonia and redissolved in 
1: 1 HCl and finished for iron by reduction with stannous chloride 
and titration with a standard solution of potassium dichromate. 
Or the iron chloride solution can be taken to fumes with 30 e.c. 
of 1: 1 H2SO4; put through the zinc reductor, and titrated with 
standard KMnO4. See page 365 and page 448 respectively. 
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CopprreR AND NICKEL 


Copper and nickel can be determined by the ferricyanide 
method as in steel (see pages 205-208). 


SULPHUR 


Sulphur is obtained as in steels by the gravimetric method. 


FERRO-SILICON, SILICON SPIEGEL AND METALLIC SILICON 


Silicon and Manganese.—These high silicon materials should 
be fused with sodium carbonate and potassium nitiate. Fuse * 
1 gram with 20 grams of sodium carbonate intimately mixed 
.with 4 grams of finely ground potassium nitrate. Dissolve the 
melt in water in a platinum dish. Transfer the green fluid and 
residue to a large casserole. Cover with a watch glass. Add 
an excess of concentrated hydrochloric acid, keeping the vessel 
covered. Clean the crucible with a few c.c. of the same acid. 
Add the cleanings to the acidulated fusion. Heat until all 
spraying ceases. Wash off the cover, allowing the fluid to flow 
into the casserole. Evaporate to dryness on a graphite or sand 
bath. Add 10 e.ec. cone. hydrochloric acid. Warm, add 100 c.c. 
of water and heat for a half hour, or until all salt is dissolved. 
Filter. Wash the silicious residue free of chloride test. Evap- 
orate filtrate and washings again to dryness. Dissolve, filter and 
wash as before. Dry the two residues obtained from the first 
and second filtrations. Roast off the paper from them at the 
lowest possible heat to prevent loss of silica. Then gradually 
raise the heat and blast the residues in a weighed platinum 
crucible until the weight of the ash is constant. Moisten the 
silica, which should be white, with a few drops of sulphuric 
acid. Fill the crucible nearly full of hydrofluoric acid. Add 
the latter cautiously, at first. Evaporate and finish for silicon 
as in steels. It is safer to evaporate a second time with hydro- 
fluoric and sulphuric acids, using about one-third as much hydro- 


* Fuse 0.5 gram in an iron crucible with a mixture of 4 grams of sodium 
peroxide and 8 grams of sodium carbonate, if silicon, only, is required. Run 
blanks. 


248 FERRO-MANGANESE 


fluoric acid as was used in the first evaporation, to make sure 
that all silicon has been volatilized. 

Manganese and Iron.—The filtrate from the second evapora- 
tion to dryness should now be divided into two equal portions.* 


First PortTION 


Phosphorus and Sulphur.—Precipitate with a slight excess 
of ammonia. Wash the precipitate with water. Dissolve it 
off the filter with hot concentrated hydrochloric acid, using a 
little sulphurous acid if necessary. Convert this solution of the 
iron into nitrate; boil with a little permanganate and finish 
for phosphorus as in steels, calculating the percentage on a half 
gram basis. 

Sulphur.—The filtrate from the ammonia precipitation is 
made slightly acid with hydrochloric acid. The sulphur is pre-_ 
cipitated with barium chloride and finished as in steels. Deduct 
a blank obtained on all of the fluxes and acids. If it is desired 
to use a larger amount of sample for sulphur, it can be deter- 
mined alone on a 1 gram quantity~without dividing into two 
portions. 


SECOND PORTION 


Manganese and Iron: Manganese.—This portion is evapo- 
rated to fumes with sulphuric acid. The iron is precipitated 
with ZnO and filtered out. The filtrate is finished for man- 
ganese as given for high manganese in soluble ferro-titanium of 
high manganese content. (Page 59.) 

The Iron.—The iron and zinc oxide residues on the filter are 
dissolved off with hot sulphuric acid and reduced with zine and 
titrated for iron in the same manner as given for iron. (See 
page 365. See also page 443.) 

| The Carbon.—The carbon can be obtained by combustion 
of 0.5 gram of the ferro-manganese, etc., with 4 grams of red 


* The residue in the crucible after the volatilization of the silica with HF 
is quite likely to contain a little iron and manganese. It should be dissolved 
by warming with a little 1 : 1 HCl and added to the filtrate from the second 
evaporation to dryness before the same is divided into two portions. 

t The carbon of ferro-silicon should be determined on’ a small quantity 
of the material on account of the great heat generated. Do not burn more 
than 0.500 gram at a time. Use 4 grams of the red lead. 
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lead; or litharge is equally good as a substitute for the red 
lead. 


RESULTS OF A COMPLETE ANALYSIS OF FERRO-MANGANESE 
UB}, LB INGE ak 

Per Cent. Per Cent. 
Barbone ere cose 7.15 Nickelepeen ieee 0.096 
Manganese.......... 80.72 Coppermine ans iee 0.040 
Ishosphorus.. 2 -. =e % 0.18 AUN ob oem ouES 0.045 
SHLTSLANYT ge Sam cates Sage 0.028 Tron tenemos does 10.78 
SHI CON PRE eae bees 0.45 EIT Rehr eee Re ee 0.025 
Ghromiun eee 0.015 
Wannditinnis...o ceo.oe)> 0.041 99.57 


CHAPTER X 
Part II 


RAPID VOLUMETRIC DETERMINATION OF MANGANESE IN FERRO- 
MANGANESE ORES AND HIGH MANGANESE STEELS, BEING A 
QUANTITATIVE SEPARATION FROM COPPER AND NICKEL 


DissoLvE 0.500 gram sample in 50 e.c. 1: 1 HCl, in a No. 5 

dish; heat a few minutes; then oxidize solution with 0.5 gram 
KClOs, using heat; add 50 c.c. 1: 3 H2SOu, and take to heavy 
fumes. Cool; redissolve in 100 c.c. water together with 10 c.c. 
1:3 HeSO4, heating until all salts are dissolved and only a 
floating residue of silicic acid and carbon are left. Filter (add 
a little pulp); wash with dilute sulphuric acid wash until free 
of iron test. Burn off this residue which should be pure white. 
If the residue is colored it is weighed; and evaporated with HF 
and H2SO4 acids; ignited and weighed again, getting total 
silicon in the usual way by loss of weight. 
, The residue left in the crucible is dissolved in a little HCl, 
and fumed with a few drops of H2SO4, to remove HCl. Dissolve 
the residue in crucible in water by heating and add the solution 
to the original first main filtrate which will now contain all of 
the manganese, copper, and nickel that are in the alloy. 

The main filtrate is made nearly neutral with ammonia. 
The ammonia is added until a faint cloud of iron hydroxide 
is obtained that will not dissolve on persistent stirring. Add 
a few drops of H2SO4, which should render the solution per- 
fectly clear. Now add 5 grams of ammonium persulphate 
((NH4)2820s); heat until a dark brown precipitate forms; 
boil fifteen minutes, and let settle for thirty minutes; pour off 
clear liquid without disturbing the main precipitate. Wash the 
precipitate out of beaker onto the filter. Then wash filter and 
precipitate with cold water twenty-five times. 

Transfer filter and all precipitate to original 500 c.c. beaker; 
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add 50 c.c. 1 : 3 HeSO4, to all tests at the same time. Then titrate 
with standard ferrous ammonium sulphate with constant stirring, 
until the manganese precipitate is dissolved and the solution. is 
clear. Back titrate the excess of ferrous ammonium sulphate 
with standard KMn0Os, solution. Use the standard solutions as 
given for titration of chromium and vanadium in steel, 1 c.c. 
of these solutions should equal about 0.00137 gram of metallic 
manganese. Results on high ferro-manganese should check as 
follows: 


No. 1. Ferro Mn, 0.5 gram gave 79.26 per cent Mn. 
Nov 1. Ferro Mn, 0.6 gram gave 79.45 per cent Mn. 


Standardize against a ferro-manganese of known manganese 
value or against a mixture of ec. p. KMn0O4 and steel drillings 
put through all operations. c¢.p. KMnO,4 can usually be taken 
as 99:5 per cent pure, ie., 34.777 per cent Mn X<0.995 equals 
manganese content of KMnO4. Check the KMnQOg4 against 
sodium oxalate before using it or against c.p. oxalic acid. 

The following scheme given for oxalic acid can be used equally 
well for sodium oxalate. The latter salt keeps better than the 
oxalic acid. 

Dissolve 1 gram of the permanganate in 150 c.c. of distilled 
water, acidulated with 100 c.c. of 1:3 sulphuric acid. Warm 
the solution slightly, and add to it 2.0167 grams of the oxalic 
acid, dissolved in 150 e.c. of distilled water. Warm the solu- 
tions a little. if necessary, until the mixture of oxalic and per- 
manganate has become colorless. Titrate the colorless solution 
with a dilute permanganate standard of known oxalic value. 
The one used in the analysis of crucibles and plumbago answers 
very well. 1 c.c. of this standard equals 0.00144 gram of oxalic 
acid (see Analysis of Graphite, XVI, page 397). Suppose 25.5 
c.c. of this standard are required to render the decolorized mixture 
a slight pink that will remain permanent for thirty seconds, 
therefore 25.50.00144 or 0.0367 equals the excess of oxalic acid 
in the mixture. Hence 2.0167—0.0367=1.98, or the amount of 
oxalic acid oxidized by the 1 gram of the permanganate. By the 
equation 


2KMn04+5H2C204+3H2804 
= K2S04+2MnS04+8H40+10COz. 
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we have 316.3 grams of KMn0O4=630 grams of H2C204+2H20, 
or oxalic multiplied by 0.502 equals permanganate; 1.980.502 
= 0.99396, or the 1 gram of permanganate contains 0.9939 gram 
of 100 per cent KMnO4. The precaution must be taken to use 
sulphuric acid that does not bleach permanganate on warming a 
few drops of the dilute permanganate standard with 150 c.c. of 
the acid. 

The foregoing scheme is the author’s adaptation of G. v. 
Knorré’s persulphate method for manganese in iron, steels and 
ores. It is a quantitative separation of Ni.* 

Von Knorré credits H. Marshall + with precipitating man- 
ganous sulphate solutions with K2S2Og as MnOs and that H. 
Marshall in his later paper, ‘‘Detection and Determination of 
Quite Small Amounts of Manganese,” f{ finds that on warming 
manganous solution with silver nitrate that permanganic acid 
is formed; and in the same paper by heating manganous sulphate 
solutions with persulphate, under the conditions as given, that 
manganese is separated out, quantitatively. 

Von Knorré states that under these conditions cobalt is 
precipitated also with the manganese, and interferes, and must, 
therefore, be removed by H2S or some other method. That he 
did not succeed in getting a quantitative separation of either 
nickel, copper, or zinc, but that these three’ elements do not 
interfere with the quantitative determination of the manganese. 

The precipitation of the manganese takes place as follows: 


MnSO4+ (NH4)2S20s4+ 3H20 
= MnO2:-H204 (NH4)2804+2H2S04. 
*7Z. angew. Chem., 14, 1149 (1901). 


t J. Chem. Soc., 1891, 59, S. 771-786. 
¢{ Chem. News, Bd. 83, 1901, S. 76. 


CHAPTER X 
Part III 
DETERMINATION OF BORON IN IRON 


Tue method of Wherry * was applied to the determination 
of small percentages of boron in iron by J. M. Lindgren.+ He 
states that he found the principles as set forth by Wherry to be 
entirely feasible. Lindgren proceeded in the following way: 
“Three grams of iron are dissolved in a round-bottom flask 
of 800 c.c. in a mixture of 10 c.c. each of 1.4 sp. gr. nitric acid 
and 1.2 sp. gr. HCl. When solution is complete, cool, and pre- 
cipitate the iron with dry c. p. calcium carbonate to a pasty 
mass. At this stage the volume should not be much over 30 c.c. 
Now add, all at once, twice as much more calcium carbonate and 
stir vigorously. 

“The pasty mass of precipitated iron, etc., is now diluted 
with about 300 ¢.c. of water. This water must be carbon-dioxide 
free. Attach a reflux condenser to the flask, start the water 
through the condenser, and then bring the contents of the flask 
to the boil and continue boiling until the COg is removed. At 
least thirty minutes’ boiling is recommended as sufficient to 
remove COs.” 

The next operation is to filter out the iron hydroxide. Lind- 
gren recommends that acid-washed asbestos be mixed in with 
the hydroxide of iron to aid in the filtration and washing of the 
hydroxide. Add the fiber in a wet condition, and use 50 c.c. 
of the boiling hot wet fiber. Boil the mixture of hot wet fiber 
(which is boiled a while in water before it is mixed in the iron 
precipitate) and hydroxide of iron for several minutes. Filter 
by suction. Lindgren recommends the use of a 15 cm. diameter 


* Jour. Am. Chem. Soc., 30, 1687 (1908). 
{ Ibid., 37, 1187 (1915). 
253 


254 DETERMINATION OF BORON IN IRON 


Biichner funnel and a splash trap. Wash the precipitate ten 
times with boiling water. 

The filtrate and washings in the flask are cooled and titrated 
with N/10 KOH (free of carbonate). After a few drops 
of phenolphthalein are added, add the alkali standard until a 
pink color appears. Now add 1 gram of mannite and continue to 
add KOH until a second pink is obtained. To make sure that 
the reaction is complete, Wherry recommends to add more 
mannite. If this causes the pink color to disappear, the reaction 
is incomplete. Then add more of the KOH standard, a few drops 
at a time until a pink color is again obtained. Again add 1 gram 
of mannite and if the pink color does not again disappear, the 
reaction is complete. 

Blanks must be run, using steel or iron free of boron, adding 
to the same known amounts of a standard solution of fused 
boric acid. 38.5 grams of the fused boric acid dissolved in 1 liter 
of water, free of COe. The boric acid is fused in a platinum 
dish. Do not use porcelain. Lindgren gives the relation between 
1/10 N KOH and the boric acid solution as 8.75 ¢.c. KOH 
requires 8.68 c.c. of the B2O3 solution: 

Lindgren states that if the precipitation of the iron with 
calcium is properly carried out, as described, no boric acid will 
remain with the iron hydroxide. He gives the following recoveries: 


Per cent boron taken....0.088 0.188 0.424 0.850 
Per cent boron found....0.044 0.194 0.388 0.840 


Having read Wherry’s original article on “The Determination 
of Boric Acid in Insoluble Silicates,’ the author believes it 
advisable to give the following points from it: If the mineral 
is fused with an alkali carbonate and extracted with water, 
boric acid will remain in the water-insoluble residue. If, on the 
other hand, the fusion is dissolved in acid, and the iron, etc., 
are precipitated with ammonium, boron will be carried out with 
the hydroxides, to which it persistently clings even after several 
reprecipitations. Hence the use of calcium carbonate to separate 
the hydroxides. 

Wherry fuses the mineral with 3 grams of sodium carbonate 
for fifteen minutes. Dissolves in 20 to 30 ¢.c. of dilute HCI: 
adds a few drops nitric acid to oxidize any ferrous iron; places Ane 
whole solution in a 250 c.c. round-bottom flask; heats nearly to . 
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boiling; and adds dry precipitated calcium carbonate and con- 
nects the condenser and boils for ten minutes. He filters out 
the precipitate; washes it with hot water, keeping the volume 
below 100 e.c. He returns the filtrate and washings to the 
boiling flask; adds a pinch of calcium carbonate; connects the 
condenser and boils again. If the precipitate has a red color, 
filter it out; wash; add 4 to 5 drops of phenolphthalein solution, 
and titrate the filtrate slowly with the alkali standard to a pink. 
(Wherry uses 1/10 N NaOH) as already described, adding 1 gram 
mannite, ete., until a permanent pink is obtained. 

Boric acid should never be boiled openly, as it is very volatile 
in steam, hence the use of the condenser. For a return condenser 
a simple straight tube about 2 em. wide by 75 em. long is recom- 
mended placed vertically through the stopper of the boiling flask. 

The bulk of the solution should be small for the titration, 
as the end-point is not very sharp if the liquid is too dilute. 
Finally, just before titration all free COz must be removed. 
This is done by attaching the suction to the filtering flask, first 
removing the Biichner filtering funnel. The filtering flask is 
closed with a solid stopper, and the suction again applied. This 
should produce a further boiling without any more heating and 
the free CO2 is sucked away. All COzg and bicarbonates must 
have been removed or the titration will give a low value. Con- 
tinue the suction until all fine bubbles cease to form due to the 
reduced pressure. Suction must. be applied cautiously or the 
hot liquid may boil over. 

To insure the complete decomposition of any calcium bicar- 
bonate, and to make certain that all sesquioxides are completely 
precipitated, the solution to which the dry calcium carbonate was 
added must be boiled for at least ten minutes. Indeed, in 
minerals containing much iron, some of the latter may still 
remain in solution. A little calcium carbonate should be added 
to the first filtrate and washings from the main iron; boil; filter; 
and wash again. 

To hasten filtration when the precipitate is large, Wherry 
used an 8 cm. Biichner funnel, covered first with a layer of 
asbestos and then by a large filter paper folded around a bottle 
of a slightly less diameter than the funnel. A single stirring with 
hot water is said to be enough. The filtrate and washings must 
be small as the end-point is not sharp in too dilute a solution. 
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After the prolonged boiling (with condenser) to decompose all 
bicarbonate and precipitate the sesquioxides, the free COz2 is 
removed by suction. The mouth of the flask is plugged with a 
solid stopper and the suction is applied. Use a splash trap to 
prevent loss of fluid by spraying or boiling up when the pressure 
is reduced. When the temperature has fallen to about 50°, 
the suction is stopped by disconnecting the pump. 

The sodium hydroxide (or KOH) used in the titration can be 
freed of CO2 by the method of Winkler. The carbonate is pre- 
cipitated by adding barium chloride to a measured amount of 
the NaOH. Now titrate the NaOH with a standard acid, using 
phenolphthalein as an indicator. 

In titrating the boric acid by the present method, the excess 
of calcium chloride in the solution will immediately precipitate 
all of the carbonate from the alkali standard, producing a slight 
turbidity. The first drop of alkali added to the solution con- 
taining the boric acid should produce at once a distinct pink 
which will disappear on stirring. If no pink is obtained, it shows 
that calcium bicarbonate is still present, having escaped decom- 
position, in the boiling. In this case acidify the solution; add a 
slight excess of calcium carbonate and boil again. 

The use of mannite is much to be preferred to glycerole. 
Jones is credited with first using mannite.. Mannite is said to 
give a sharper end-point and much less of it is needed. The c.c. 
of alkali used, multiplied by 0.0035, gives directly the amount of 
boric acid (B2O3) present. 

Wherry states that, in some cases, it is necessary to redissolve 
the iron and reprecipitate it with the calcium carbonate to insure 
the complete separation of the boric acid from the hydroxides 
formed, performing these operations three or four times. Filter 
and wash each time and determine the boric acid in each set of 
filtrates and washings, summing all together to get the total. 
Lindgren claims this is not necessary. Most likely Wherry is 
right when large quantities of iron, aluminum, and boron are 
present. 


2B203+ Na2CO3 = Na2Bs407+ COs. 


CHAPTER XI 
Part I 


THE DETERMINATION OF CARBON IN IRON AND STEEL BY 
DIRECT IGNITION WITH RED LEAD OR LITHARGE* 


THE author’s experience with this method for the. deter- 
mination of carbon, together with some notes, may prove of 
interest. 

The solution of steel drillings containing large percentages 
of chromium, tungsten or molybdenum in double chloride of 
copper and potassium causes more or less loss of carbon as hydro- 
carbon. Especially sensitive to such loss are the carbides that 
are separated by the double chloride from steels in which are 
10 or 12 per cent of molybdenum together with several per cent 
of chromium. 

These carbides may lose some of the carbon by contact with 
dilute acid, or with the oxygen of the air during washing with 
suction, or during the subsequent drying of the carbide at the 
temperature of boiling water. 

In the spring of 1900 the writer made an analysis for carbon 
of a steel containing 3.8 per cent of chromium, applying the 
ordinary method + of dissolving the borings in acid double 
chloride of copper and potassium, filtering on an asbestos plug, 
washing the carbide residue alternately with distilled water and 
a mixture of one part of hydrochloric acid and twenty parts 
of water. The residue was then washed with water, alone, to 
remove the acid. After drying the washed carbide in a water 
oven, it was burned with purified oxygen in a red hot porcelain 
tube containing about 13 cm. of copper oxide. The products of 


* A preliminary paper was read at the December, 1905, meeting of the 
Pittsburgh Sect’on of the American Chemical Society. 
+ See pages 297 to 301. ; 
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the combustion were passed through granulated zine of 20-mesh 
fineness, then through anhydrous calcium chloride, and then 
through phosphoric anhydride. The purified carbon dioxide was 
absorbed and weighed in potash bulbs. Duplicate analyses by 
this method failed to check. 

A series of analyses of these borings were made. The acid 
wash when used was alternated with distilled water, and the 
washing was then completed with distilled water, alone, to 
remove acid. 


Kind of Wash irene Sigs 
1 20 partsiHsO tom parcel © leer ers 20 1.65 
Ze aelOO partenli;O stom part, bl Cl seers ere 20 1,52 
3 1OOspartstH-Olomls parts Client eer er 2 1.909 
Cea eOO parte) Ho Ostomsparuet Cle -eeeeee 2 1.943 


In August, 1902, the process used in the foregoing, (3) and (4), 
was applied to a steel containing 4 per cent of chromium and 
4 per cent of molybdenum with the following absence of agree- 
ment: 

First analysis gave 1.28 per cent carbon. 
Second analysis gave 1.53 per ceht*carbon. 


Third analysis gave 1.33 per cent carbon. 
Fourth analysis gave 1.29 per cent carbon. 


The thought occurred that perhaps the carbide obtained 
from molybdenum steel gives up part of its carbon as hydro- 
carbon on being brought into contact with the air during stirring. 
No heat was applied to hasten the solution at any time. A 
number of trial analyses were made in which the time of stirring 
was varied and also the acidity of the copper and potassium 
chloride solution. In the following, 2 grams of the drillings 
were dissolved in 180 ¢.c. of the double chloride solutions. By 
acid solution is meant a solution prepared by dissolving 600 
grams of double chloride of copper and potassium in 1500 c.e. of 
distilled water acidulated with 175 ¢.c. of concentrated hydro- 
chloric acid. By nearly neutral solution is meant the same as 
the acid solution except that but 25 ¢.c. of concentrated hydro- 
chloric acid were added to the 1500 c.c. of distilled water. 
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The neutral solution consisted of 600 grams of the double 
chloride, 1500 c.c. of distilled water, and no acid. The results 
obtained are given in the following table: 


STEEL CONTAINING 4 PER CENT MOLYBDENUM AND 4 ae 
CENT CHROMIUM 


Kind of Steels. Kind of Solvent. eel Salven t with A ‘Choe 
Minutes. Sing, Found. 
No. 1 sveel....... acid 20 1.53 
No. 1 steel: ...... ah 20 1.48 
Now disteels.5.s a: e 10 rare 1.64 
No. 1 steel....... oh ee Fe 12 1.49 
INos desteelie ss... i oe 24 it Gy 
No. 1 steel.......| nearly neutral 8 1.60 
Not ssteelse 52. Le 8 1755 
INow Lsteeln..<.. acid 3 1.60 
Nosdrstecle << neutral 6 1.593 
Nos disteeli. .<... Ae 6 1.606 
No. 2 steel: ......| neutral 4 1.679 
INiog2 steel... Sax we 6 1.734 
INOw2 steela(2. =. acid | 4 1.758 
No. 2 steel....... ss | 4 1.66 


A combustion of the 4 per cent chromium 4 per cent molyb- 
denum steel (No. 2), by the red lead process described below 
yielded 1.734 per cent carbon. 

An examination of the foregoing table shows that both in the 
No. 2 and the No. 1 steels the highest result was obtained when 
the acid solvent was used, and also the lowest results. 

Short stirring gave better agreements than the longer periods 
of stirring, but had evidently not eliminated all of the causes of 
loss. Perhaps there is loss of carbon when the carbide is being 
dried in the water oven. Further, it is practically impossible 
to regulate the suction so as to expose the residues, during wash- 
ing, to exactly the same amount of air in each analysis. 

Two grams of the No. 2 steel were stirred twenty minutes 
with 180 c.c. of the acid solution, then transferred to the asbestos 
plug. Air was next drawn through the residue for fifty minutes; 
the amount of carbon obtained was 1.347 per cent. Two deter- 
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minations of the same steel were made with sixty minutes’ stir- 
ring but with the least possible exposure to air by suction; 1.63 
per cent and 1.68 per cent carbon were found. In view of these 
results the practice was adopted of always keeping a layer of 
distilled water over the carbide during the washing. As soon 
as one layer, or covering of water, was drawn off, another was 
immediately supplied. 

This treatment was applied to a group of ingots containing 
11 per cent molybdenum and some chromium. The neutral 
solution gave the higher results, as shown by the following table: 


Acid Solvent. Neutral Carbon. 
Per Cent Carbon. Per Cent Carbon. 


0.52 0.60 
0.46 0.56 
0.53 0.59 


The same process of short stirring and least possible exposure 
of the carbide residue to air by suction, tegether with the use of 
a neutral solvent, was adopted for a series of ingots containing 
12 per cent molybdenum and several per cent of chromium. 
It failed almost completely. For conveniéit comparison the 
results obtained in these latter experiments are shown in a column 
parallel to those obtained, at a later date, from the same sam- 
ples by the red lead combustion method. (Page 261.) 

One well-known laboratory obtained 0.72 per cent carbon, 
and another, equally experienced, reported 0.64 per cent carbon 
on the S. H. S. sample. 

This untrustworthiness of the double chloride process for 
separating carbon in steel of high molybdenum and chromium 
content led to a search for some method of obtaining the percent- 
age of carbon by burning the entire substance. Having about 
this time noted Brearley and Ibbotson’s statement that steel 
drillings that will pass a 20-mesh sieve and have been mixed 
with about three times their weight of red lead can be decar- 
bonized in a red hot porcelain tube, it was decided to attack 
the molybdenum steel in this manner. The results obtained 
from the molybdenum steels are given in the table below and 
need no comment: 
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Results Obtained Results obtained 
Sample. 12 Per Cent Mp. by the Neutral by the 
Steel Containing Cr. Solution. Per Red Lead Process. 
Cent Carbon. Rer Cent Carbon. 
INO epee wie ee oe ibe 0-80 
Me docey elena yaeueeveeh oe anells 0.72 0.79 
0.81 
INOa weer eee tcc veh core eee : - 0.76 
0.66 
INIG)y"S bs ch 2a age ink aes eC Yat eal Agra 0.49 0.82 
0.51 
eee ee ee ce 0.81 
HN ECR a Be ieee 
ae 5 0.61 eae 
eee Ae ee ee os td Oa os we eLCRS 0.88 0.87 
INE) Uh coos Se, So EER ER Oe 0.49 0.73 
0.69.88 
Ko LER TSS Shao 6 cea Pap eae ae ae eae ee 0.66 
(0.68.75 
0.66 0.94 
THOS fe SRS e. Geen en OEETE EE oer Ler Pern 0.52 0.939 
0.76 
i A ee ee 10.75 1.00 
0.62 
ING ULES SS. f eke oie, ROME EO OT some Hes 0.80 


The method was first applied to plain carbon steels, pig iron, 
and white iron, and was found to be perfectly accurate. 

After more than eighteen months’ daily use of the red lead 
for the determination of carbon in steel, pig iron, alloy steels, 
and ferro alloys, i. e., in 1905, the details that have been found 
useful and reliable are as follows: 

If part of the borings are coarse, the thin curly portions or 
30- to 60-mesh sievings are selected. Two grams of such drillings 
and 2 grams of the red lead are weighed into a glass-stoppered 
60 c.c. weighing bottle. The bottle is then shaken to mix the 
drillings and lead oxide. 

The steel sample submitted for analysis is drilled with a flat 
or diamond-pointed drill. This style of drill will grind many 
of the drillings to 20-mesh fineness in the case of soft or annealed 
steels. If the steel be unannealed and of a carbon content 
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ranging from about 0.35 per cent carbon and higher, thin curly 
drillings are obtained which decarbonize readily by reason of 
thinness. If the drillings do not exceed 20-mesh, as in siftings, 
4 grams of red lead will completely decarbonize 4 grams of the 
stecl. Care is taken at all times to cover bulky drillings with 
the oxide of lead, as any drillings that project above the main 
body of the charge are likely to escape oxidation. 

For soft steels and annealed steels two sieves are used. One 
has a 20-mesh gauze and the other one a 60-mesh gauze. Those 
drillings that pass the 20-mesh gauze but do not pass the 60- 
mesh sieve are used for analysis. 

This arrangement rejects the fine dust and the thick drillings. 
When very small pieces of steel are received they are drilled with 
3; inch diameter twist or straight drills. All sizes of the flat, 
or diamond point, drills are kept at hand from { inch diameter 
to 7 inch. Any good mill blacksmith can make the flat drills. 
By these means it is rarely, if ever, necessary to resort to the 
copper and potassium chloride separation of the carbon. In the 
laboratory of the Park Steel Co., where many combustions are 
made each day, covering a range from_0.04 to 3.5 percent carbon, 
the writer does not recall more than a single instance in a year’s 
time when it was necessary to resort to the double chloride 
process. ew 

The mixture of lead oxide and drillings is transferred from 
the weighing bottle to clay boats.* .The size, 15X75 mm., is 
mostly used, being convenient. The boats are slipped into 7 
clay tubes { of # inch inside diameter x 24 inches long. Two 
furnaces with their tubes are operated at the same time. For- 
merly, the outlet ends of these tubes were filled for a distance 
of 125 mm. with granulated copper oxide. Later the copper 
oxide was found to be unnecessary. Oxygen is used during 
the combustion. It passes through a jar containing pieces of 
caustic potash (Fig. 4). It next bubbles through a solution of 


* The author now uses the clay boats for all combustions, and clay tubes. 

+ Three-quarter inch inside diameter fused silica tubes are very desirable 
for this work. The litharge fumes and spills, however, will, in time, destroy 
them. The author sometimes uses a small inner cylinder of platinum just 
large enough to hold the boat. Iron oxide will flux silica tubes. (See clay 
tubes, page 294.) 

{The author is now using tapered clay combustion tubes, (See page 294.) 
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potassium hydroxide contained in a safety apparatus (Fig. 5), 
and is then dried in jars of soda-lime and calcium chloride of 
the design given in Fig. 4. This drying and purifying apparatus 
can be readily arranged and securely fastened in a space 250X406 
mm. 

The combustions are operated in the usual manner. The 
tube is heated to a yellow heat (980° C.). The combustion tubes 
are constantly kept hot so that the combustion commences almost 
as soon as the stoppers are inserted. While the boats are being 
charged the oxygen is passing slowly through the tubes and the 
weighing and absorbing apparatus which has been previously 


weighed and attached. (This weighing apparatus is shown in 
Fig. 6. It was designed by the writer as a substitute for the 
different forms of potash bulbs now in the market. It is made 
of heavy glass. It is easily kept clean, is not top-heavy, and does 
not occupy much space in a balance case.) As soon as the 
steel begins to burn, there is, at first, a rapid evolution of gas 
which quickly ceases. More oxygen is then turned into the 
apparatus from the steel cylinder so that a slow bubbling is main- 
tained through the weighing apparatus. When the oxidation of 
the charge is completed, the oxygen begins to rush through the 
apparatus at a high rate of speed. The flow of the gas is quickly 
checked to a normal rate, that is, it is checked so that it passes 
through a safety apparatus (Fig. 5) at a rate of about twenty-six 
bubbles per ten seconds. The stream is evenly distributed to 
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the two combustion tubes by means of a Y-tube and screw pinch- 
cocks. The stream passes through the weighing apparatus 
(Fig.6) at the rate of 250 ¢.c. every ten minutes, which is the 
normal speed. When the combustions are completed in both sets 
of apparatus, as indicated by the passage of the gas at a high 
rate of speed, the normal is then maintained through the hot 
tubes ten minutes longer to insure complete oxidation and that 
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all of the carbon dioxide has been carried to the weighing appa- 
ratus. The products of the combustion pass through a purifying 
train shown in Fig. 7. The train connects with the glass 
tube leading from the outlet end of the combustion tube, 
by means of heavy combustion rubber tubing, at H. The gases 
pass through the cylinder J which contains a column of granu- 
lated zine of 20-mesh fineness. The use of granulated zine to 
remove acid and chlorine in carbon combustions was first sug- 
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gested by Dr. Edward 8. Johnson. Cylinder I is 25413 mm. 
The zine is held in place with plugs of glass wool. The gases 
next enter a cylinder J which contains a column of phosphoric 
anhydride. The phosphoric anhydride powder is held in place 
with plugs of ignited asbestos. Cylinder J is 17813 mm. 
Glass wool plugs should not be used in J, as they become clogged 
after a few combustions. Ignited asbestos is free from this 
objection. 

The carbon dioxide, which is now freed from litharge and 
sulphur, and any acid fumes by zine, and from any moisture by 
the phosphoric anhydride, enters the weighing apparatus L. The 
weighing apparatus is charged with 20 c.c. of potassium hydroxide 
consisting of one part of caustic potash dissolved in 1 part of 
water. The drying tube C, Fig. 7, is filled with small pieces 


of dry caustic potash obtained by quickly cracking dry sticks 
of caustic potash in a porcelain mortar. Each end of the drying 
tube C contains a plug of asbestos or glass wool. Before inserting 
the rubber stopper in C, care must be taken to free the surface 
of the tube C from any moist caustic potash, as potassium 
hydroxide causes decomposition of rubber, resulting in con- 
tinuous loss of weight. ' 

During the passage of the oxygen the outlet O, Fig. 7, is 
protected from the ingress of moisture or impure air by a guard 
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tube filled with small pieces of caustic potash. This guard 
tube is not shown in Fig. 7. All parts of the apparatus shown 
in Fig. 7 are connected by heavy wall pure rubber tubing. 

When the combustions are completed the weighing apparatus 
is detached from its train, and the outlet of the train is closed 
with a glass plug. 

It is accurate to weigh the absorption apparatus (Fig. 6) 
filled with oxygen and thus avoid aspirations. In this way 
combustions can be carried through in twenty minutes. 

* The red lead used in this work must be thoroughly mixed 
and ground free of lumps before its carbon content is deter- 
mined. The so-called pure red lead costing about nine cents 
per pound in 50-pound lots is found satisfactory for the purpose. 
Blank combustions with 4 grams of red lead are at present 
yielding 6 mgs. of carbon dioxide which are deducted from each 
determination. Blank combustions or analyses of standard 
steels should be made each day. The red lead is kept in tightly 
stoppered bottles. 

Zirconia composition tubes, tapered tubes, have been in use 
for several years in the author’s laboratory; boats of zirconia 
also. 

The apparatus shown in Fig. 5 was designed as a safety 
apparatus to prevent the potassium hydroxide solution from 
blowing over into the rubber tubing from any cause. The 
oxygen enters the chamber H and bubbles through chamber F, 
which is filled to one-third its capacity with potassium hydroxide 
solution consisting of 1 part of caustic potash dissolved in 1 
part of water. F is'35 mm. outside diameter by 170 mm. long. 
Fig. 4 shows a tower or jar that is used as a container for small 
pieces of stick caustic potash for purifying the oxygen. The 
pieces of apparatus shown in Figs. 4, 5 and 7 were designed by 
the writer to avoid the use of rubber stoppers. 

+ The following results attest the accuracy of the red lead 
process: cn © 


*On one occasion a lot of red lead was purchased that was not uniform. 
No amount of mixing improved it. It was rejected. Subsequent kegs gave 
no trouble. Good commercial red lead gives about 0.004 gram of CO, per 
4 grams and is very uniform. 

t Reprinted from The Journal of the American Chemical Society (with 
additions), Vol. XXVIII, No. 7, July, 1906. 
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“es Weight of : 
Name of Sample. “Sarnpie nee ence Gabon by 
faken, Used Red Lead, Double 
Grams. Geaine. Chloride. 
Sais Coacarbon steelisences. sae. ce 3 9 0.03895 | 0.415 
INQ OO SE Serre Riri cebcnes Ph pete cian, aia ere 2 0.985 0.96 
NosSpUmbunesten steels sc. .csccl) «ceed «anes 1.285 1.29 
Nowsos, tungsten steel. ccc. ..0-) sauces ll © eave 1.338 1.354 
No. 22, high per cent nickel steel..| ..... | ..... 0.698 0.696 
Now: snickel’stecli een. tee e al, fel a 0.447 0.450 
S. XIX, high percent tungstensteel| ..... | ..... { : ee 2.35 
WittenGmmetal sre een. 0 ec. 14 14 ae 3.59 
Winshemmetalsact:<. «waist adios: 1} 3 SWOSs- erates 
Mir pip metal me. fe... oe .c ask ig S 4) OLS Ri) Ameen 
Gab apipmetal y..h cs. . uray ose ls ie 4.04 4.04 
Sonor rasteel No. Lc sng: <3 6 $3 0.192 0.185 
SOL Ost asteeliNO.: 2. 2 sean as ccs 8 4 0.097 0.077 
Soft O. H. steel No. 3061........ 6 3 0.156 0.145 


CARBON IN FERRO-CHROMIUM 


In applying the red-lead process to ferro-chromium, it was 
found that the maximum carbon in the 65 per cent chromium 


Ferro-Chrome. 


Weight of 
Sample Taken, 
Grams. 


oe 


Sample B 


ce 


Shiri) UO" Petenne Stee. ene aa 


Sample D 


“e 


1 
1 
i 


RH NIH IH RI tole 


viK 


Bee eee 


Ni 


Weight of Red 


La ideal Conca 
2 7.26 
3 7.54 
4 ote 
3 08) 
25 7.03 
4 7.00 
23 6.46 
3F 6.55 
il 6.05 

3 Lye aly 
2 6.403 
4 7.094 
3 (ails) 
4 “ef We 
4 7.18 
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alloy was obtained by burning the alloy with three to four times 
its weight of red lead. (See table at bottom of page 267.) 

A red hot body of copper oxide hastens breakage of com- 
bustion tubes by causing unequal cooling strains when the furnace 
flames are lowered or extinguished for any reason. 

In February, 1906, the copper oxide was first omitted from one 
combustion tube. The space ordinarily occupied with copper 
oxide was filled, loosely, with ignited asbestos. The following 
results indicate that the use of copper oxide in combustion 
with red lead is unnecessary: 


With Copper Without Copper 
Sample. Oxide. xide. 
Per Cent Carbon. Per Cent Carbon. 

SESCUALe! SLCC Fa othe seas seats ek 1.479 1.477 
INGSOSS Maar ohn. on oe la LAs 12175 
Gi Se ere heh ee 2 ache wir as ar Lee 0.207 0.207 
INO LL OS Aen hte ae Ae Fase ortho emer. 0.712 0.692 
ING ROIS Sets eee eee 0.520 0.538 
GOREN O ts 2 eater rosy ian ee ont eM = 1.48 1251 
INOW 2 2OStie eee ae, Con ett ane eee ae 0.316 0.309 
INOS Sichinn. a5 cee eed toe cmon 0.425 0.439 
INO oa O14. Sree cn ets at Fes ie cs cere 0.396 0.393 
INOW LO LS iaes eet cxsy n eavok nr aoe ee ans 0.401 . 0.397 
Nom este 2 ae eee 0.75' * 0.765 
CoN sd ea tend om Gatos om ere eas 1.281 1.283 
SIG ACUTE S AO rere Oe heh comida nope 0.409 0.407 
INORIOLG Rae. Soe en CORPS eee 0.481 0.478 
INOS TOL T otra sire ara spins ae om s Gap ieee sis 0.312 0.315 
INO M01 Sateen ern atks Oey Sen cider eclweanes ae Aan 0.425 0.438 
IN OMLO 20 reete. cae nat ean an eee 0.431 0.481 
INO MM ZOO gs mecasrerse sera ok cartnenor one me he ae 0.73 0.75 
Perro-manganese. .. 4: .c1sesenee eee 6.31 6.39 
Mixture of plumbago and clay........ 45.96 46.04 
BAG TO Nias seeks hey ite Nee 2 er 3.61 3.58 


Sampling.—Two grams of red lead to the same weight of 
steel are sufficient where siftings of from 20- to 60-mesh, or thin 
curly drillings that can be packed in a close mass are obtainable. 
It is extremely rare that such a sample cannot be gotten; if 
the chemist will only insist that a piece of the steel be sent 
to him instead of drillings that frequently are coated with a 
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film of grease,* or contain bits of paper, fine fibers of wool waste, 
leaf tobacco, blue steel, rust, scale, or clay, he can then take 
his own drillings with the proper absence of variety.+ Most 
chemists are aware that the center of the cross-section of a square 
bar or round piece of steel often contains as much as 50 per cent 
more phosphorus, sulphur, and carbon than the outside part. 
Further, that sheet steel just as often varies as much in these 
elements, and in spots. Hence, to get an average and fair 
sample, a square bar or a round one should be drilled from the 
surface toward the inside, either halfway or all of the way 
through the sample when practicable. 

If for any reason the steel must be drilled on end then a row 
of holes of equal depth should be drilled all of the way across 
the section and all of the drilling mixed together. In like man- 
ner a flat bar or sheet should have a series of holes of the same 
depth drilled across it from edge to edge. A failure to observe 
these precautions often results in disputes between buyer and 
seller. 

It is surprising from what small and hopeless looking pieces 
of steel one can extract enough drillings of the proper cross- 
section for direct combustion analysis with a good assortment 
of small drills and a little experience. 

The Taking of Drillings or Millings Suitable for Analysts.— 
In this connection one should read the remarks at the close of 
Chapter XI, Part I (page 271). Fig. 8 shows a drill press operated 
with a direct connected constant speed motor of 3} h. p. 
The press is equipped with an adjustable vise which can be 
turned at any angle so that small and very irregular pieces of 
steel can be gripped and held immovable during the drilling. 


* Clean greasy or oily drillings by repeated extractions with ether. Place 
the drillings in a small weighing bottle and shake them up with enough ether 
to cover them. The ether will become yellow if the drillings are greasy. 
Pour this ether off. Pour on some clean ether and repeat the extraction; 
pour off, and so on, until the ether is no longer colored. This process removes 
lint at the same time, as one can readily notice. The fluid will be seen to 
be full of many short fibers, at times. 

+ Another cause of variable results is surface decarbonization, or bark. 
When steel shows bark all drillings should be rejected until the drill passes 
through the decarbonized zone. If the sample is too thin for this precaution, 
then the condition of the steel should be noted on the chemist’s report. See 
pages 423 to 429 on the cause of bark. 
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The drill chuck is large enough so that the set screw that holds 
the drill in place does not protrude, thereby preventing any 
possibility of the operator getting his sleeve caught and his arm 
twisted around the spindle. To prevent particles of oil or grease 
from getting in the drillings, thereby ruining the same for the 
determination of carbon by combustion, the author had a large 
disk of sheet iron put on top of the chuck as shown. This pre- 
caution proved invaluable. 

Fig. 9 gives the author’s device for sampling material that 
cannot be drilled by reason of extreme thinness of cross-section. 


SS ONE SE cn bas BEA Lees em 


Ere: 95% 


At this writing quite a number of copies of this tool are in use 
both at home and abroad. 


Lasoratory Mituinc Macuine For SAMPLING STEEL fT 


In certain kinds of steel the author encountered much difficulty 
in getting samples of sufficiently small mesh for the determina- 
tion of carbon by the direct method described by him several 
years ago. 

The trouble was confined to thin sheets, wire, hack-saw steel, 

* On page 274 this milling machine is shown with a power attachment, 


which is preferable when many samples are to be milled. 
+ Reprinted from Journal of Industrial and Engineering Chemistry. 
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band-saw steel, razor blades, resistance ribbon, nails, and small 
samples of all kinds that are irregular in shape and difficult to 
hold in the drill press vise. 

The machine shown in the illustration afforded a successful 
means of avoiding various time-consuming expedients. 

The sample D of wire, for example, is held in the vise V-V. 
The millings are taken by means of a cutter, made of the best 
high-speed steel, and are caught on a piece of cardboard at C. 

The automatic feeding device at A is hastened in its action by 
tightening the screw at B. 

If millings are taken from very small gauge wire, a large 
sample can be obtained more quickly by twisting the strands 
together after cleaning the same with emery cloth, if rusty. In 
this way the cutter mills as many lengths as desired at one time. 
This machine mills copper wire with great ease. It makes 
easy the getting of the large quantity of material required for 
the determination of oxygen in copper, for example. In like 
manner, when it is desired to expedite the taking of large samples 
from extra thin sheets of metal, these sheets can be cut in strips 
with tinner’s shears. The strips from the same sheet can then 
be laid one on the other, clamped in the vise, in layers, and 
all milled at once. 

The milling cutter can be sharpened several times. 

It is desirable, and well worth the small amount of time 
involved, to anneal all samples received, if they are not already 
in a softened state. This operation can be done in a half hour’s 
time by heating the sample to 800° C. (bright red), quenching 
at once in water and then holding at 620° to 630° C., for twenty 
minutes (low red). Samples that cannot be quenched for any 
reason should be annealed as described under Annealing, pages 
414 to 421. 

The millings obtained by this laboratory tool are not sifted, 
as they are just right for direct determination of carbon by 
combustion in oxygen. 

If the sample submitted is sufficiently rigid, it does not need 
to be held by both ends, as in the case of the sample of wire. 

This machine, as illustrated, has been in use in the writer’s 
laboratory for some years. Since its introduction, the samplers 
no longer dread the appearance of wire and steel ribbon, this 
work being now a mere matter of easy routine. 
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The first cost was a bagatelle compared to the saving of labor 
in one month. 

The Taking of Drillings or Millings—Hard and Soft Layers. 
—Samples of steel are frequently submitted that consist of welded 
layers of hard and soft steel, such as soft-center, three-ply knife, 
inserted and overcoat axe bit, jail-bar, safe steel, and “faced” 
hoe. Quite often, when there are but two layers, the hard one 
can be stripped from the soft one by placing the composite in a 
vise and driving a cold chisel between the layers. The hard 
strip can be annealed and milled. If stripping is not feasible, 
then the sample should be annealed and the hard portion drilled 


Puoto A. 


with a shallow, diamond pointed, wide drill of 13 inches diameter 
at the wings. 

If it is desired to drill a hard layer between two soft ones, 
the whole piece can be heated to bright redness and quenched in 
water. The soft layers can then be machined, or ground off. 
The hard center can then be annealed and milled. 

It is a little more difficult to obtain drillings or millings from 
a soft layer lying between two hard ones. In such a case the 
cross-section of the steel should be polished fairly smooth and 
etched with 1.20 nitric acid to clearly define the exact depth of 
the layers. The higher carbon zones will be plainly marked as 
black bands while the soft steel will retain its natural color. 
The sample is annealed before the etching is done, so that one 
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of the black layers can be machined away. The white layer can 
then be drilled with a wide, flat drill, after quenching from 1500° F. 

In general, it is a good thing to etch the polished section of 
samples, as often, by so doing, hard layers or insertions are 
discovered when least suspected; or curious defects, or spots or 
streaks, or segregations are revealed. 

Test for Segregation, Closed-up Pipe and Flaws.—Segregated 
steel becomes deeply pitted, in the segregated parts, on being 
suspended in sufficient 2: 10 sulphuric acid to maintain a con- 
tinuous evolution of hydrogen for several hours. Polish the 
piece fairly bright and smooth before making the test. Etch 
cold. Photo A shows hidden flaws revealed by deep etching. 
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CHAPTER XI 
Part II 


THE DETERMINATION OF CARBON IN STEEL, FERRO-ALLOYS, 
AND PLUMBAGO BY MEANS OF AN ELECTRIC COMBUSTION 
FURNACE * 


In 1908 it occurred to the author that a special resistance 
wire could be applied to the heating of combustion tubes. A 
drawing was prepared for a furnace of a muffle type to heat 
four tubes lying in the same plane and parallel. 

After some correspondence it was agreed at first to try a 
single tube furnace. It consists of a steel tube 295 mm. x 76.3 mm. 
containing a non-conducting packing of solid infusorial earth. In 
the center was a quartz tube wound with the patent. wire. 
Inside of this tube was placed another of the same material of 
19 mm. I. D.x600 mm. long in which the combustions were made. 


Photo No. 7, page 276, shows the author’s present combustion apparatus giv- 
ing the arrangement of two furnaces in parallel. The front furnace train 
at the exit end of the combustion tube isshown. The same portion of 
the train is not shown for the rear furnace. &, AR show the author’s 
design in rheostats. 

. Mercury pressure gauge for detection of leaks and stoppages. 

. Safety jar for potassium hydroxide solution, preventing solution from 
backing over into rubber tubing. 

Jar for stick potassium hydroxide or for any solid drier or absorbent. 

. Calcium chloride jar. 

. Tapered clay and rubber connector for the charging end of the tapered 

combustion tube. 


. Electric combustion furnace. 
. Jar for granular zine to remove 
Acid fumes, 
Litharge fumes, 
Sulphur fumes, 
Chlorine fumes. 
Jar for phosphoric anhydride to remove water. 
Absorbent and weighing apparatus for carbon dioxide. 
. Guard tube—not to be weighed. 


* Reprinted from the Journal of the American Chemical Society (with 
additions), Vol. XXX, No. 5, May, 1908. 
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Photo No. 8, page 278 illustration No. 14, shows the author’s furnace as he 
built it when ni-chrome wire could be bought without also paying a yearly 
license on all devices into which it is put, in addition to the price of the 
wire; No. 1 in this photo is the mercury pressure gauge; No. 2 the KOH 
safety jar; No.3 contains stick KOH; No. 4 contains anhydrous calcium 
chloride; No. 5 shows the rubber sleeve connection at the charging end 
of the tapered combustion tube of zirconia composition; No. 7 shows 
the author’s design of furnace with the solid white casing of infusorial 
earth consisting of a split cylinder; No. 8 is his zinc jar; No. 9 is the 
P.O; jar; No. 10 is his KOH absorption and weighing apparatus and No. 12 
is a little guard tube filled with small pieces of dry KOH. This guard 
tube is not weighed. The weighing apparatus is shown drawn to scale 
in illustration No. 15. 


At that time the writer put in a small 32-ohm rheostat that 
happened to be at hand, and with about one-fourth of this resist- 
ance the furnace, on a 220-volt direct current, maintained a 
constant temperature. To secure complete combustion of steel 
it is very essential that the heat be maintained as close to 980° 
to 1000° C. as possible, i.e., as little under that temperature as 
practicable. If the temperature drops to about 900° or under, 
the results obtained are liable to be from 0.01 to 0.10 per cent 
too low, unless red lead is mixed with the drillings. Hence, if 
one desires to operate with oxygen alone, the necessity of keeping 
the temperature from 980° to 1000° C. cannot be made too 
emphatic. 

The oxygen is purified by passage through jars of stick caustic 
potash, potassium hydroxide solution, calcium chloride in the 
order named. The oxygen then passes into the quartz (fused 
silica) or clay tube, half of which is filled loosely with ignited 
asbestos. The products of the combustion are purified from acid 
sulphur, litharge or chlorine fumes by passing through a jar of 
granulated 30-mesh zinc. The water is removed by a jar of phos- 
phoric anhydride. 

For steels containing from 0.30 to 1.50 per cent carbon 1.3636 
grams of fine drillings, not over ¢ mm. thick are taken. For 
still lower percentages of carbon 2.727 grams of drillings of 
not over 20-mesh size are selected. 

The sample is weighed into a clay boat. The steel begins to 
burn by the time the stopper of the combustion tube is in place. 
One gram of steel is decarbonized in three minutes and 3 grams 

in six minutes. The burning is continued for ten minutes more 
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ILLustrRation No. 14. 
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with oxygen passing through the combustion tube at a rapid 
rate. The weighing apparatus is detached, wiped and weighed. 
Twenty minutes afford ample time for a single combustion, count- 


ing all operations. 
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ILLusTRATION No. 15. 


The weighing apparatus and the jars for the purifying train 
are the author’s design, and were first published, in part, with 
illustrations, in the January Journal of the Engineers’ Society 
of Western Pennsylvania, 1906, and more fully in the Journal, 
Am. Chem. Soc., X XVIII, 862 (1906). 

While no red lead is necessary for steel combustions, some of 
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the alloys, such as ferro-chrome, carbonless chrome and ferro- 
boron, require that red lead * be mixed with the drillings or 
powder to break the metallic bond and permit of decarboniza- 
tion. Ferro-chrome is the most refractory, as from a carbon 
content of more than 4 per cent only 0.2 per cent was obtained 
by burning as in steels with oxygen alone, at a temperature 
of 940°. Pig iron also requires some red lead. 

A few of the many comparisons made in this laboratory 
between the combustions in a gas furnace with red lead and 
oxygen and combustion in oxygen alone are given in Table I: 


Weight of 

Sample. Method. | Me fod eet Tecan, 

Granist Used. Found. 

Now vl Steele. tc eens | Electric | 4 None 0.09 

se 1s oe ene .....| Red lead | 4 7 grams 0.09 
LOS. <M greRees Be. ey a Electric 2 None 1.176 
BE ele me vet are tone Red lead 2 4 grams Wea ly és’ 
te 7 a ear AN ies I ee, Electric is; None 0.121 
a QL CE ae ee ee eee Red lead 4 7 grams 0.111 
oe On! Re ea ee Electric | 1} None 0.976 
See Mma tn oa, ea Minn Ree Red lead 13 4 grams 0.967 
§ rE eget ec? iy Ct, herein Electric 3 None 0.109 
ee Aa OO Re eee Tee Red lead 5 4 a. 7 grams 0.118 
us SPR aan cuca oleh Onset c Electric 2 None 0.469 
es 5) pes crarsoe Red lead 7 4 grams 0.474 
ee Oo ieee eee 2 Electric 2 None 0.736 
“ CO aan AP yA es ig Red lead 2 4 grams Ontae 
a UW atte voeec his ote: Be Electric S None 0.118 
as rT Niger cee ee Red lead 4 7 grams ORL, 

uy Soe oa eee Ata eee Electric 2 None ety 
« HM <5 SE One oS e Red lead 2 4 grams 1.168 

w! Oe RRR ee ee Electric 2 None Leds 

ss SMe Sere aaa oe Red lead 2 4 grams 1.16 
ae LO ear eee ee Electric 5 None 0.046 
Ns PTY 0 are, ie eer an Red lead 4 7 grams 0.040 


The advantages of the electric heating apparatus are obvious. 
Very little heat is radiated; economy of space is attained; tubes 
are heated gradually and cooled gradually; time required is 
the minimum; labor cost is plainly the lowest because of sim- 


* Or litharge. 
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plicity and rapidity, and no expensive platinum tubes or boats 
or crucibles are used. 

Some may say, ‘Why not burn the steel in air?” The answer 
is that the cost of oxygen is small, one-third cent per combustion, 
and the steel burns twice as fast in oxygen. Oxygen can now be 
had at 1{ cents per cubic foot in 100 cubic foot cylinders. The 
method is accurate for all steels. As pointed out in the author’s 
article and in his preliminary paper read before the Pittsburgh 
fection in December, 1905, one may lose as much as 50 per cent 
of the carbon in certain alloy steels by attempting to dissolve 
the borings in either neutral or acid double chloride of copper and 
potassium. 


FERRO-ALLOYS AND PLUMBAGO 


Weight of 
sal. Method. | THK | Red'head | "Carbon 
Grams. ’ Used. Found. 
Tungsten powder........... Electric 2 None 0.003 
Red lead 2 4 grams 0.010 
Bhimbago. Now l53.n. <0... Electric 0.3 None 50.700 
Red lead 0.2 4 grams 50.800 
Plumbago, No. 356......... Electric 0.3 None 51.650 
: Red lead 0.2 4 grams 51.300 
IBhtmMpAgoy NOS Wess she nous Electric 0.2 None 94.900 
Red lead 0.3 4 grams 94.300 
68.5 per cent ferro-chrome...| Electric © 10 1 gram 4.21 
Red lead 1.0 4 grams 4.15 
Ferro-vanadium, No. 134... .| Electric eG) None 3.12 
Red lead 1.0 4 grams 3.09 
Ferro-titanium, No. 1....... Electric 2.0 None 0.22 
Red lead 2.0 4 grams 0.24 
Ferro-boron, No. 1......... Electric 1.0 1 gram 1.73 
Red lead 1.0 4 grams 1:72 
Carbonless chrome, No. 9..| Electric 1.0 1 gram 0.08 
ee per cent chromium. . .| Red lead 10 4 grams 0.09 
Pie TRO o ou e aoe eee cee Electric 1.0 None 3.20 
SOE meee tee aes ciel rae = Electric 1.0 0.5 gram 3.58 
Red lead 1.0 4 grams 3.58 


The best protection for the bottoms of clay or porcelain boats 
is a liberal layer of ignited crude zirconia (zirkite).* 


* Read page 292 concerning the use of sand in combustion boats. 
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To secure complete decarbonization it is necessary either 
that thin drillings be used, or if the sample contains much coarse 
or bulky material, it should be selected. This can easily be 
accomplished by pouring the borings on a 20-mesh sieve and 
shaking all of the steel of 20-mesh size and the still more finely 
divided dust on to a 60-mesh sieve, which retains only the 20- 
to 60-mesh material. This always represents a good average 
sample. 

Further, the drillings should be placed in as compact a mass 
as possible. If curly drillings are scattered along the entire 
length of the boat instead of being put in a deep, compact body, 
borings that are a little thick will frequently be found to still 
contain unburned metal. This detail is a very important one. 
Of course, the reason is that drillings lying in close contact, heat 
each other to incandescence during the burning with oxygen. 

Also, during the period when the oxygen is being absorbed in 
large quantity by the burning metal, the flow of the gas should 
be regulated so that there is an excess. That is, the oxygen 
must be turned on in sufficient quantity so that the gas is bub- 
bling through the weighing apparatus slowly.* However, if the 
gas is rushed through J during this period the steel becomes 
violently heated and slags with,the sides of the boat, destroying 
the latter. Worse yet, low results are obtained frequently in 
this way, probably due to the formation of carbon monoxide, 
which is driven out of the hot portion of the tube before it is 
oxidized to the dioxide, or the slagging over of unburned steel. 

If the oxygen is turned into the tubes in sufficient quantity to 
maintain a slow stream during the period of the burning, the end 
point of the combustion is distinctly shown by a sudden increase 
of the speed of the bubbling through J. The rush of oxygen 
is then checked, but the rate of flow is still rather rapid for the 
final ten minutes. (Photo 7, page 276.) 

The weighing apparatus J (Illustration No. 15) is filled not 
quite to the bend of the inlet tube with a solution of potassium 
hydroxide made by dissolving 500 grams of the latter in 500 e.c. 
of water. The drying tube at the outlet of J is closely filled 


* In order to maintain the slow bubbling through J, it is necessary to 
increase considerably the rate at which the oxygen is passing through B 
during actual burning of the metal to oxide. This also generates the required 
white heat in the steel at the critical time. See page 276. 
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with pieces of stick caustic potash cracked to about the size of a 
grain of wheat and a layer of soda lime above the KOH. To 
prevent the caustic potash from coming in contact with the 
small rubber stopper in the drying tube a loose plug of asbestos 
or glass wool is placed at that point. The little bulb of this 
drying tube is filled about half full of glass wool. If dry sticks 
of caustic potash are cracked quickly, the small pieces can be 
conveyed to the drying tube in dry condition and constitute not 
only a splendid guard against loss of moisture from J but are 
also equally effective as an absorbent of carbon dioxide. 

The zirconia composition, 15X75 mm., boat is the best shape 
and most durable of any boats that the writer has tried.* When 
putting in the ZrOz bottom, fill the front half of the boat about 
two-thirds full and then with the butt end of the forceps make 
a trough in the ZrO, working it well up the sides of the boat. 
Pour the drillings from the weighing bottle into this depression. 
By so doing the drillings are kept in a compact mass, and when 
the combustion is completed the burned steel can be lifted out 
in a small cake. In this way a boat can be used many times. 

When a great many combustions are made daily, the zirconia 
tube is the most serviceable. The continuous spraying of oxides 
against the walls of a porcelain tube weakens it, and when the 
current is turned off and the tube is permitted to get cold the 
contraction causes a rupture. Avoid spilling steel in a quartz 
tube. Tapered tubes are the best. ft 

To prevent the contents of D and C from clogging the 
inlets and outlets, large plugs of cotton are used at these points. 
Glass wool plugs should be used in H and loose plugs of ignited 
asbestos in J. The inlet end of a quartz tube heats somewhat, 
and it is better to wrap it several times around with a strip of 
cheese-cloth, the end of which dips into a 150 ¢.c. beaker of water 
suspended directly underneath by means of copper wire (see page 
293.) During the absorption of carbon dioxide the outlet of J is 
protected from ingress of moisture or carbon dioxide or fumes from 
the room by a drying tube K shown in Photo No. 7, page 276. 
It is filled with pieces of stick caustic potash broken to the size of 
a pea. No wet wrappings are needed with tapered clay tubes. 


* These boats are now in general use. i 
+ Read page 294 concerning the vitrified zirconia-composition combustion 


tube designed by the author. 
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Oxygen can now be had, under high pressure, in 50-foot cylin- 
ders at about 2 cents per cubic foot, and in 100-foot containers 
at about 13 cents per foot. The latter quantity will supply two 
furnaces, night and day, for two months. (1914.) 

Gas Combustion Furnace with Blast—The gas combustion 
furnace, described by the leading supply houses as “for draft 
or blast, with adjustable flame length” can be made very effective 
where compressed air is at hand. The author modifies it as 
follows: From the 450 mm. size take out one pair of tiles; shove 
the other two pair together into the middle of the furnace frame. 
Put the removed tiles on top of the remaining four to lessen 
radiation of heat. Close all of the burner shutters except the 
four middle ones. Let the inlet end of the ? inch inside diameter, 
30-inch electro-quartz tube project 12 inches beyond the tiles, 
and the outlet end 6 inches beyond the tiles. Fill the latter 
end, loosely, with ignited asbestos for a distance of 8 inches, 
beginning at the stopper. Wrap both ends at the stoppers with 
wet cheese-cloth. It is essential that the combustion tube 
be at least 30 inches long, and either of electro-quartz or platinum, 
as with air blast and gas the furnace will heat the tube to 1000° C. 
in twenty minutes. 


ee 
Tur Direct DETERMINATION OF CARBON IN STEEL, FERRO- 
ALLOYS AND GRAPHITE BY MEANS or A COMPRESSED AIR 
AND GaAs FURNACE 


Compressed air should be considered a necessity in all chem- 
ical laboratories, however small, where ignitions of any kind are 
part of the daily routine. With this great aid to combustion the 
furnace shown in the illustration (Fig. 16) can be made to heat a 
#-inch bore fused silica tube to from 1150° to 1200° C. in from 
fifteen to twenty minutes. The cut shows the writer’s modifica- 
tion of the original arrangement of the tiles. One pair of the 
latter is removed from a 495 mm. furnace; * the other two pair 
are shoved together into the middle of the furnace. The removed 
tiles are placed on top of the middle pair forming an arch at P, P. 

The vacant spaces at either end.of the frame are packed with 
asbestos wool. All of the burner shutters are kept closed except, 
the four middle ones at O. To permit the flame to pass up freely, 

* No. 17 furnace, 18 inches long. 
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the tiles are separated about % inch at the bottom, M”, M’”, 
and ¢ inch at the top, M, M’ (Fig. 16). This is easily accom- 
plished by sliding one-half the iron frame up the inclined iron 
supports. One can readily adjust the air pressure and the gas 
at the points indicated to produce 950° C. in ten minutes. The 
range between 950° and 1000° is best for the work. To provide 
for variations of air pressure a small regulator is located at R. 
This regulator is inexpensive and can be bought from any con- 
cern supplying pressure faucets. 

To prevent the cracking of the fused silica (electro-quartz) 
tubes when using this furnace for the determination of carbon 
in steel by the direct combustion of the drillings in oxygen, a 
small inner sleeve or tube of platinum or nickel should, by all 


Fig. 16.—Showing the Fletcher Tube Furnace as Modified by the Author and 
fitted with his Combustion Train. 


means, be at hand. If the quartz combustion tube be heated 
much above 950° C. and a single drilling is spilled in it, or the 
highly heated steel cuts through the clay or porcelain boat, the 
oxide of iron forms slag with the silica of the tube and the latter 
will soon crack. To avoid frequent and expensive breakage of 
combustion tubes from this cause the writer, in 1906, designed 
the small cylinder of platinum shown at Q, Q’ (Fig. 16). Q shows 
the open end of the same and Q’ gives a view of the closed end - 
of the cylinder. One-half of this end is perforated with small 
holes. It is 125 mm. long and 18 mm. in diameter. It can be 
made to weigh not over 30 grams and at a cost of about $28.00,* 
at that time. The cylinder is kept in the combustion tube. To 
receive the charged boat and for the removal of burnt residues 
this holder is drawn nearly but not quite to the entrance of the 

* The present high price of platinum makes this cylinder undesirable, a 
clay cylinder could be used in 1 in. bore tube. 
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quartz tube. Keep it just a little back of the stopper. The 
clay boat into which the steel drillings are poured, in a little 
pile, is slipped into the cylinder and the combination is quickly 
pushed into the hottest part of the combustion tube. The tube 
is stoppered as:rapidly as possible and oxygen is immediately 
turned in with sufficient volume to maintain a medium rate of 
bubbling through the absorbing and weighing apparatus J. As 
soon as the steel gets heated, it begins to absorb oxygen in large 
quantities as shown by the slackening of the rate of bubbling 
through J. It is highly important to continue to turn in more 
of the gas so as to always maintain an excess of it or low results 
may be obtained. Increase the flow of the oxygen through C so 
as to keep up a fairly rapid stream of gas passing through J 
during the absorption period. When the burning is completed, 
which occurs in about five minutes after the tube has been 
stoppered, the oxygen will begin to rush through J at a high rate 
of speed. The flow is now checked to the normal, which is still 
quite rapid, as but ten minutes more are allowed to complete the 
combustion of 2 grams of steel and carry all of the COz over into 
the weighing apparatus J (Fig. 16). ~Allowing two minutes for 
the final weighing, an accurate combustion of steel drillings can 
be made in from twenty to twenty-two minutes. The writer 
operates furnaces in pairs by a two-way conhection. This still 
further reduces the average time 
per combustion, counting all opera- 
tions except the drilling of the 
sample. 

The second furnace is placed 
parallel with the one shown in 
the cut. The air pressure for this 

‘ extra furnace is bled from a cock 
on the furnace, shown at A (Fig. 
17). It is the middle one which 
is closed in the illustration (Fig. 
16). The air is conducted from 

Fig. 17.—No. 17 Furnace Open os pope \onsthetpamencock irom 
Ready for the Introduction of a the additional furnace by heavy 
Tube: pressure tubing. In this way air 

for two furnaces can be supplied 
from one regulator at R. By similar means, through a Y not 
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given, gas can be furnished from the one gas nipple located 
near FR. 

The oxygen is turned in at ory (Fig. 16) and is distributed at 
the first Y to the pressure gauge at A which contains a little 
mercury. It serves the two-fold purpose of indicating stoppages 
and leaks. If there be a stoppage, the mercury will rise to an 
abnormal height in the tube that dips under the mercury in A.* 
To test for leaks, plug with a glass rod the outlet end of the 
purifying train at the point where the absorption and weighing 
apparatus J is shown attached. Then turn on the oxygen until 
the mercury rises in A to the first bend of its outlet tube. Then 
shut off the oxygen. If there be a leak beyond C in the direction 
of the furnace, the mercury will slowly drop and the slightly 
compressed oxygen will bubble very slowly through C, if the 
leak be a small one. But, if the leak be somewhere between C 
and the oxygen tank in the direction BS’S, then instead of 
there being a bubbling through C, the fluid in the latter will 
recede from the bottom of C, rising up into the side bulb of C. 
The valves on oxygen tanks frequently develop leaks and the 
little gauge at once calls attention to the fact if this test is made. 
C is filled to the distance shown in the drawing with a solution 
consisting of 250 grams of caustic potash dissolved in_250 c.c. 
of distilled water. The oxygen, after passing the first Y, enters 
B via the glass tube SS. It then passes down through B (Fig. 16) 
which has a loose plug of cotton at the top and is filled with 
short pieces of stick caustic potash. The gas leaves B at the 
bottom outlet and enters C via the S-shaped glass tube. The 
gas bubbles through the fluid in C and enters D at the top where 
there is a loose wad of cotton. D is filled with alternate layers 
of anhydrous calcium chloride and cotton. The gas leaves D 
at the bottom outlet and enters EH at its bottom inlet. EF is 
filled with alternate layers of cotton and soda-lime. The bottoms 
of the jars are filled with loose plugs of cotton to prevent the 
clogging of inlets and outlets by these salts. The oxygen travels 
up through ZH and, by way of a glass tube, can be distributed 
to the pair of combustion furnaces at the second Y tube. 

The combustion tube is of fused silica, or electro-quartz. It 

* When two furnaces are in operation the required pressure in A will cause 


the mercury in it to rise to a height of about 35 mm. It is a great advantage 
to have two furnaces. One checks the results obtained in the other. 
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is 30 inches long and projects 12 inches beyond the furnace frame 
at the inlet end and 6 inches beyond the frame at the outlet 
end. It is filled loosely with ignited asbestos for a distance of 
8 inches beginning at the outlet end. Both ends of the tube are 
wrapped at the stoppers with wet cheese-cloth, the ends of which 
dip into the beakers filled with water as shown at N, NV’. The 
products of the combustion are purified from litharge, sulphur, 
chlorine, and acid fumes by a Jar of granulated zine of 20-mesh 
fineness (H). The gases are further dried by passing wp through 
a jar of P205 powder (1). “1” has a loose plug of ignited asbestos 
at the bottom of it and a similar one at the top. The pure CO2 
is now received into the weighing apparatus J which is filled with 
the same kind of solution as given for C, halfway to the bend of 
the tube that dips into it. The guard tube L is filled with small 
pieces of dry caustic potash prepared by quickly breaking the 
dry sticks in a porcelain mortar to about the size of large grains 
of wheat.* Reject the dust and use it for the absorbing solution. 
Such a tube makes a most effective guard against loss of moisture 
from J and also acts as a further absorbent of COz. This appa- 
ratus J—L is good for forty ordinary steel combustions at a rapid 
speed. It is weighed against.a mate and thus eighty combus- 
tions are obtained from a pair before refilling is necessary. D, B, 
E, I, and H are refilled by removing the glass goose necks. 
The tube K is filled with the same material as L and prevents 
any suction of impure air into the weighing apparatus during 
the process of a combustion. The author designed the entire 
train several years ago with a view to reducing the use of rubber 
stoppers to a minimum and to provide a convenient form of 
weighing apparatus for carbon dioxide. When using J—L for the 
determination of carbon in plumbago (natural graphite) it is 
replenished when 3 grams of COz have been absorbed. 

It is important that the small tube that dips into the KOH 
solution in L—J be not less than 6 mm. outside diameter and that 
its internal diameter be not reduced as it is very necessary for 
rapid werk that it deliver large bubbles to the absorbing fluid. 

In ordering quartz or fused silica tubes the chemist should 
specify that the ends be fused smooth, free from inside chipping 
and grooves, and of practically round bore, otherwise he may 

* The bulb of L is filled with glass wool. The little rubber stopper is 
protected from the pieces of KOH by a loose wad of ignited asbestos. 
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have unpleasant experiences with leaks at stoppers. He should 
further insist that the tubes be of full 2 inch inner diameter 
for at least three-fourths of the length, or his small protective 
cylinder may stick in the tube. 

Care should be taken to keep the heat of the furnace very 
little in excess of 1000° C. as combustion with oxygen at higher 
heats will cause the drillings to flux with the boat, cut through 
the latter, and at times stick to the protective sleeve. The 
operator will soon learn to judge the proper heat without a 
pyrometer. If on drawing out the boat he finds nothing in it 
but a fused slag and that, perhaps, the latter has cut through 
the boat; then he has been working at a temperature in excess 
of 1000° C. If he finds a residue that is a dull black mass of 
oxide which can be broken off short in his fingers, does not present 
more than a slight melted appearance on top and does not con- 
tain particles of unburned steel, then the temperature of the 
furnace is just right. If the residue instead of being of a dull 
lustrous jet black has a slightly reddish appearance, the com- 
bustion has been made at too low a heat and the decarbonization 
is incomplete. If the combustion tube presents a white hot 
appearance, inside, the heat has attained to 1200° C. If the 
heat has a dazzling effect the temperature is still higher. A 
yellow heat, viewed in the bright daylight, is about 950° to 
980° C.; a bright yellow, suggesting the first appearance of 
whiteness, is about 1150° C. .By exercising a little care in 
adjusting the air and gas supply this furnace can be operated 
with very little noise or radiation of heat and yet develop from 
980° to 1000° C., which is ample for direct combustion of steel 
in oxygen. A small milling attachment should be on every 
drill table, such as is used in “gumming” saws. In this way 
finely divided millings can be obtained from thin sheets, wire 
and razor blades. The author used one-eighth pitch cutters 
that were held in a chuck in the same manner as a drill. The 
sheet or wire is clamped to the drill table and is shoved against 
the milling cutter which is revolving horizontally. The author 
now uses his milling machine (see page 271, Fig. 9). 

The drillings or millings, which should be either very thin, 
medium size, curly ones or should pass a 20-mesh sieve if from 
soft or annealed steel, are put in the boat in as compact a mass 
as possible. The drillings should not be scattered. Do not 
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try to remove the residue after a combustion. Put in the next 
sample in a little pile and as close as possible to the oxide remain- 
ing from a previous analysis. In this way many carbon deter- 
minations can be made in a zirconia boat without bothering with 
a sand bottom. Of course porcelain boats can be used for this 
work but they are more expensive and do not last as long 
as a well made clay boat. Zirkite should be used to protect 
the bottoms of the porcelain boats. As stated the author has 
found that, with a little practice in manipulation of the gas 
and air pressure, the furnace shown in the cut can be made to 
heat to from 980° to 1050° C. with very little noise and radiation 
of heat. On the other hand it can-be run with much unnecessary 
racket. In this laboratory natural gas is used at a pressure of 
8 ounces. A moderate air pressure is sufficient, 1.e., about 
30 pounds. 

When making direct carbon combustions of pig iron in oxygen, 
shake up with the 1 gram of sample half this amount of red 
lead or litharge to break the bond between the iron and silicon. 
This secures complete combustion of pig iron. For refractory 
substances like ferro-chrome, carbonless chrome, silicon carbide, 
metallic silicon and ferro-boron, weigh 1 gram of sample and 
mix the same with 4 grams of litharge. Put this charge in a ° 
clay boat and proceed with the combustion as given for steels. 
Deduct a blank due to the COz obtained from the lead oxide. 
It is safer to follow this plan for tungsten and molybdenum 
powders, ferro-silicon, ferro-vanadium, ferro-titanium, and ferro- 
molybdenum. All varieties of plumbago or natural graphite that 
the author has analyzed in connection with the plumbago crucible 
factory of this works, when finely ground as described in his 
methods for the analysis of graphite, burn completely to COe in 
oxygen. Some of the finer grades of the natural concentrated 
product yield 99 per cent pure carbon. It requires about forty- 
five minutes to completely burn such material. 

When using red lead or litharge to secure complete com- 
bustion of the carbon in ferro-alloys rich in aluminum or silicon, 
or both, the charge is placed in one end of the clay boat, without 
asand bottom. After completing the combustion which proceeds 
just as quickly as that of a steel with oxygen, alone, the used 
part of the boat is broken off and the other half is then taken for 
further combustions. The best way to determine the blank, 
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due to the lead oxide, is to burn 2 or 4 grams of it with some 
20- to 30-mesh siftings of a steel, the carbon content of which is 
accurately known; or with 2 grams of small thin curly drillings 
of some standard steel. The excess of carbon found is the blank 
due to the lead oxide. A good c. p. or commercial red lead or 
litharge will give a blank of about 0.004 gram of COz per 4 grams 
of lead oxide. 

L—J is wiped off with a piece of clean cheese-cloth or a clean 
handkerchief before each weighing of it. Its outlet and inlet 
ends are kept closed with small rubber caps when it is not con- 
nected in the train. These caps are removed during weighings. 
Not more than two minutes are spent in weighings at the end of 
the combustion. One minute is sufficient to weigh the drillings 
at the start. One or two minutes more may be consumed in 
transferring the boat to the combustion tube and connecting L—J 
in the train. But fifteen minutes are required to burn the sample 
and carry all of the COz to L—J. In this way perfectly accurate 
combustions of all kinds of steels, either plain or alloyed, with 
any amount of tungsten, molybdenum, or chromium can be 
carried through in twenty minutes. This is the routine practice 
in this laboratory when making bath tests of open-hearth heats 
before same are ready for tapping. 

This furnace has one marked advantage over electrically 
heated furnaces, in that it can be brought from a cold state to 
1000° C. in ten minutes. It can also be adjusted to fit any size 
combustion tube. (See Fig. 17.) 

Rapid Bath Test for Carbon by Combustion.—Weigh 1.3636 
grams of 60-mesh or thin curly drillings into a clay boat. Place 
the boat in the combustion tube heated to 1000° C. Pass the 
oxygen at a rapid rate—three bubbles per second for five minutes. 
Continue this burning for five minutes more. Detach the absorb- 
ing and weighing apparatus, No. 10, Photo No. 8, page 278, 
and weigh. 


CHAPTER XI 
Part III 


FURTHER NOTE ON THE DETERMINATION OF CARBON IN STEEL 
AND FERRO-ALLOYS 


Surface Decarbonization.—Referring to remarks on page 268 
relative to the taking of samples it must be noted that steel 
often has a decarbonized surface, that is from 10 per cent to 
almost any amount lower in carbon than the main body of the 
metal. This will often cause the chemist to report the rolled 
or hammered steel anywhere from 0.10 to 0.20 lower in carbon 
than the original ingot analysis, that is, suppose the ingot analysis 
was 1.20 per cent carbon, then it not infrequently happens that 
the plate or bar may show but 1.10 per cent. 

Use of Sand in Boats.—The author no longer uses any sand 
in the combustion boat as the composite, yitrified clay boat is 
greatly superior and withstands a much higher heat than the 
original form of clay boat. By avoiding extreme heats during 
the combustion, complete decarbonization can be effected without 
fusing the drillings to the boat, and the little pile of sintered oxide 
that remains after the burning can be scraped out with the tail 
of a small file. If the combustions are run at a high heat with 
the drillings in contact with a sand bottom there is danger of 
forming silicon carbide as has been pointed out by Mr. Geo. M. 
Berry. Crude ZrO2 or chrome ore are good boat protectors. 

Oxygen Versus Air in Direct Combustion.—Since writing the 
first edition of this book the price of oxygen has fallen to less 
than two cents per cubic foot, so that there is no longer any 
inducement to try direct combustions in air. In any case the 
high temperatures necessary make such combustions very un- 
pleasant and should be avoided. 

Two Parallel Furnaces.—Photo No. 18 shows the author’s 
arrangement for two combustion furnaces, side by side, when 
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quartz tubes are used. Note the wet wrappings required when 
quartz is used. 

The Gas Combustion Furnace with Blast.—On page 284 the 
above direct combustion method is referred to. It constitutes a 
very cheap and effective way of making direct combustions. 
The principal objection to this method of heating is that the 
sharp, bare flame of the compressed air furnace striking the fused 
silica tube causes the latter to become devitrified and leak after 
some time. 


Tue ELIMINATION OF RUBBER STOPPERS FROM THE VITRIFIED 
Cuay CompBustTion TuBE BY MgrANS oF TAPERED CLAY 
| INLET AND OUTLET * 


In June of 1913 the author published an account of a vitrified 
clay combustion tube with tapered outlet designed by him. 
These tubes are now widely used. 

The advantage of the tapered outlet very soon suggested the 
making of a tapered clay inlet which is shown at K in the illus- 
tration and also at L-M. (Fig. 19.) 

The clay part of the inlet is a duplicate of the outlet end. The 
tube is charged and discharged by removing L—M which is con- 
nected to the main part of the combustiom tube by means of 
the rubber sleeve M. This connection is a piece of ? inch bore, 
zs inch wall and 2} inches long, pure rubber’ tubing. This 
sleeve is more easily handled than a rubber stopper. The oper- 
ator grasps L—M at the clay part ZL and slips it over the main 
part of the combustion tube and twists it firmly in place. The 
clay part L offers a substantial hold for one’s hand and is abso- 
lutely safe. A glass taper would be dangerous as it might be 
crushed when grasped, causing a wound. 

The slip-over connection is geometrically a tighter connection 
than a rubber stopper, for the reason that the latter affords an 
example of a conical surface pierced by the cylindrical surface 
of the combustion tube, which makes only a single circle of con- 
tact between the stopper and the tube. The slip-over gives a 
tangential contact which provides innumerable circles of contact. 

Further superiority of the tapered clay and rubber sleeve 
inlet is that, should the bore of the combustion tube tend to 

* Reprinted from Journal Ind. and Eng. Chem., V, 488. 
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be elliptical instead of a true circle, the elasticity of the rubber 
sleeve will still give a pressure tight connection on account of 
the large surface of contact. 

Again, many combustion tubes offered by dealers are rejected 
because of grooves in the interior walls, at the inlet or outlet 
ends, which make tight connections with rubber stoppers impos- 
sible. The tapered slip-over connection renders such tubes per- 
fectly satisfactory. 

_The entire apparatus with the single exception of the little 
mercury valve tube attached to L—M is the author’s design and 
shows but one rubber stopper at an unimportant point in the 
little KOH drying tube at the extreme outlet end of the com- 
bustion train. This could also be eliminated by a small glass 
taper or clay taper. The wet wrapping can be omitted, entirely, 
when the clay tube is used, although shown in Fig. 19. 

It has been found in the author’s experiments that, for a given 
wiring, furnaces heat higher with clay tubes than when fused 
silica tubes are used as there is less leakage of heat via the tube 
when the clay tube is in the furnace. 


¢ 8 


CHAPTER, XP 
Part IV 


THE DETERMINATION OF CARBON IN PLAIN STEEL AND IN ALLOY 
STEELS, CONTAINING NOT OVER ONE OR TWO PER CENT 
OF ALLOYS, BY SOLUTION IN COPPER AND POTASSIUM 
CHLORIDE 


Tue limitations of this method cannot be absolutely fixed 
as the carbon can be accurately obtained on certain alloys that 
have a greater amount of the non-ferrous metals than given in 
the above title; notably nickel steels can be accurately deter- 
mined for carbon where the nickel content is far in excess of 
2 per cent. The reader should refer in this connection to pages 
257 to 260. Occasionally the chemist receives thick chips that 
are impossible by the method given on the pages just mentioned, 
and rather than wait for a more suitable sample or perhaps 
put a good customer to the inconvenience of getting drillings of 
the proper fineness, the analyst will resort to the double chloride 
method. The details are as follows: 

The Dissolving Solution.—The acid solution given on page 258 
is used for this work. It is filtered on ignited asbestos. The latter 
is prepared by igniting the fine white fiber in a muffle furnace 
in a porcelain dish. The dish is filled heaping full and brought 
to a bright red; it is then removed from the furnace and allowed 
to cool below redness. The lump of partially ignited asbestos is 
turned over and the dish and its contents are returned to the 
furnace; again brought to bright redness; and so on until the 
asbestos has been heated and cooled three times. While the 
asbestos is cooling it should be covered with a clean agate ware 
pan to prevent soot or carbonaceous dirt of any kind from falling 
on the asbestos. The ignited asbestos is cut into short wads; 
put into a glass stoppered, carefully cleaned quart bottle and 
enough distilled water mixed with it to make a rather thick 
pulp. 
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The pulp is poured on a perforated porcelain plate of at least 
2 inches diameter which is kept from slipping out of level by 
applying slight suction while the filter is being prepared. The 
asbestos is distributed over the plate in an even layer about 1 
inch thick and is put firmly to place by increasing the suction a 
little and pressing it down with a glass rod. (One end of the rod 
is flattened into a disk by softening it in the flame of a Bunsen 
burner and quickly pressing it against a cold surface.) Repeat 
this operation, adding, in the same way, successive layers, taking 


Fig. No. 20. 


care not to tamp the latter too much, as by so doing the filtration 
will be very slow and will require excessive suction to get the 
solution through the filter at all. When the layers have attained 
a total thickness of about an inch and one-half the whole filter 
is saturated several times with 1:1 HCl to shrink it tighter; 
it is tamped some more, and then washed ten times with dis- 
tilled water. The glass filter * tube in which the filter is made is 


* The filter tube shown in Fig. No. 20 contains a rubber gasket and 
alundum thimble; these are removed and a perforated porcelain plate is 
substituted for the carbon filtration. 
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shown in Fig. No. 20. The filter being now ready is trans- 
ferred, rubber stopper and all, to the bottle in which the solution 
to be filtered is to be kept. The photo shows a glass filter tube, 
but usually a carbon filter tube is too small for filtering the whole 
solution so that the filter layer is prepared on the porcelain plate 
supported in a large funnel that pierces a rubber stopper that will 
fit the neck both of the side neck suction flask shown and of 
the large glass stoppered bottle in which the filtered solution is 
to be preserved. The double chloride is then filtered into the 
latter bottle with moderate suction; kept stoppered; and, to 
prevent dust from settling around the stopper, a cap of stout 
paper is tied over the same. The Fig. No. 
20 shows the brass water pump used which is 
extremely satisfactory and inexpensive. It 
discharges into a deep stone box as shown. 
Cut A illustrates the details of the brass pump. 

Solution of the Chips and Filtering Out 
of the Carbon.—Dissolve from 1 to 5 grams 
of the chips in 60 ¢.c. of the double chloride 
per gram of sample in a beaker that has 
been cleaned from all lint or dust. The chips 
must be stirred at intervals with a glass rod 
until there no Jonger remains on the bottom 
of the beaker any particles of copper-coated 
steel. The reactions occurring are given here- 
with for the benefit of the student: In the first 
place the iron is dissolved away from the carbon 
by reaction (1), Fe+CuCle = FeCle+Cu; then a further portion of 
the copper chloride in the double chloride solution causes the 
metallic copper formed to pass into solution in the manner shown 
in reaction (2), CuCle+Cu=2CuCl. This cuprous chloride 
(CuCl) would form and separate out as a white precipitate were 
it not for the excess of acid present in the double chloride which 
excess of HCl dissolves the cuprous chloride; hence it is best to 
wash the carbon residue on the asbestos filter at first with some 
of the double chloride before washing it with water. 

The carbon is filtered on an asbestos filter supported on a 
perforated porcelain plate just large enough to fit in a glass carbon 
filter tube of 14 inches diameter. This filter is prepared in 
exactly the same way as described for the larger filter used for 
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the double chloride. A row of four of these carbon filter tubes 
are shown in Fig. No. 20. The well-tamped and acid shrunken 
layer of asbestos need not be over 4 inch thick. The dissolved 
chips are poured through the asbestos filter and any black par- 
ticles of carbon adhering to the walls of the beaker are best 
discovered by holding ‘the latter over a sheet of white paper. 
These particles are transferred to the filter by rubbing them 
loose with a rubber-capped glass rod, rinsing the beaker with a 
fine jet of water and also some of the double chloride. The 
carbon being now all on the asbestos it is washed five times with 
some of the double chloride, drawing off each washing with mild 
suction. The acid is then carefully removed by giving the filter 
thirty washings with distilled water, drawing off each one entirely 
before the next washing is applied. The carbon filter tube is then 
withdrawn from the rubber stopper. The porcelain plate with its 
adhering asbestos and carbon is carefully pushed out of the filter 
tube on to a clean watch glass, with the plate side down. Any car- 
bon sticking to ‘the walls of the filter tube is completely removed 
by wiping them off with some of the asbestos. The top part of 
the asbestos filter is first stripped off and placed in the clay com- 
bustion boat. This leaves all of the rest of the filter to be used 
in cleaning out the filter tube. This portion of the filter is now 
moistened with water. <A pair of steel forceps that are not too 
stiff are used to hold the portions of the dampened filter that are 
used for removing carbon that sticks to the filter tube. Then, 
at the last, the points of the forceps should be wiped off with a 
little of the pulp as some of the carbon is likely to be on the 
forceps. The operator should wash his hands before beginning 
the transfer of the carbon filter and the cleanings to the clay 
boat. A piece of stout wire or a glass rod is used for pushing 
the plate and the adhering filter out of the filter tube. Dry the 
contents of the boat in a water or air oven for two or three hours. 
When dry, as shown by there being no noticeable condensation 
upon a cold watch glass placed over the boat immediately after 
the latter has been taken hot from the air bath, the contents of 
the boat are pressed firmly down into it and 4 grams of red 
lead are spread over the same. The boat is then placed in the 
electric furnace and the carbon is finished in the same manner 
as given for the direct combustion. The water should be 
dried out of the carbon residue in the boat at a temperature 
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not exceeding 100° C. The blank is run by placing the 
same amount of the double chloride in a beaker; filtering it 
through a filter made as in an actual sample and putting this 
filter through all of the operations just described, including the 
red lead covering. 


CHAP 
Part V 


QUALITATIVE TEST FOR GRAPHITIC CARBON IN STEEL AND IRON 

Pouisu the steel carefully free from all scale. Any finely 
divided scale left on the steel is liable to be mistaken for graphite 
in the qualitative test. 

Take either millings or drillings from the polished sample, 
whichever are most convenient. Use the milling machine for thin 
sheets. Dissolve 100 mg. of the millings or drillings in 4 c.c. 
of 1.20 sp. gr. nitric acid. Heat in water bath for forty minutes 
in boiling water in a test tube 150 mm. longx16 mm. diameter, 
in the manner described for color carbon tests in steel. The 
boiling should be continued until all flakes of combined carbon 
are dissolved. 

Remove the tubes carefully from water bath, avoiding all 
shaking up of contents. Hold each test tube over a sheet of 
white paper. Look down through the mouth of the test tube. 
If there is the slightest black sediment in the bottom of the 
tube, this indicates at least a trace of graphite. If there is no 
sediment, the steel can be pronounced free of graphite. If there 
is a heavy deposit, the steel contains a high percentage of graphite. 
The samples showing a trace, or more, of graphite can be deter- 
mined quantitatively by the following quantitative methods. 

0.10 per cent graphite makes a large showing by the qual- 
itative test. 0.17 per cent or less can be seen in the fracture 
by the dark appearance it gives to the grains of steel. 

In steels dissolve 3 or 4 grams of drillings in 60 ¢.c. of 1.20 
nitric acid, boil slowly, avoiding the concentration of the nitric 
acid by adding a little water if necessary, until the flakes of 
combined carbon are dissolved. Perfectly annealed steel in 
which graphitic carbon is most frequently found, does not show 
this flake and the heating is continued until the main solution 
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no longer continues to grow any clearer. This requires about 
ten minutes’ boiling. 

In pig iron 1 gram is dissolved in 20 ¢.c. of the above acid 
aided with 2 or 3 drops of HF, boiling ten minutes. The insol- 
uble matter is filtered on the same kind of an asbestos filter as 
is described for carbon in steel where the chips are dissolved in 
the double chloride of potassium and copper. See page 297. 

The residue on the filter is washed thirty or forty times with 
water to remove the iron; then with 1.1 specific gravity KOH 
solution which is made by dissolving 30 grams of KOH in 200 c.e. 
of water. The washing with the KOH is continued until the 
washings are no longer colored brown. Then wash with water 
as many times as before; then with 1: 1 HCl to neutralize any 
remaining KOH; and finally again, thoroughly, with water. 
The graphitic residue is removed from the filter, dried, covered 
with red lead, and finished as described in the direct method 
for carbon in steel, in the electric furnace. 

The filtrate from the carbon or graphite, in this method, 
or in the double chloride method, should be poured through a 
filter paper and washed free of color to note if any black stain 
remains on the filter; if there be such a stain then some of the 
carbon or graphite, as the case may be, has run through and the 
result will be too low. 

Method for the Determination of Graphite in Steel Used by 
the Safety Razor Company.—Dissolve 3 grams of the steel in a 
150 c.c. of dilute nitric acid. (8 parts of water to 1 part of con- 
centrated nitric acid.) 

After adding acid to the steel, boil until red fumes of nitrogen 
oxide are gone. ‘Then add 15 c.c. to 35 c.c., Le., an excess of 
potassium permanganate (5 grams KMn0Osz in a liter of water). 
Boil until KMnO, is all decomposed, which should show an 
excess of manganese oxide after boiling a few minutes, otherwise 
some combined carbon will be counted as graphitic carbon. 
Cool, then dissolve the manganese dioxide, which may be pre- 
cipitated, with the smallest amount possible of SO3 or FeSO; 
filter out any black insoluble residue on an asbestos plug. Wash 
well with water, being very careful that none of the residue runs 
through. Wash with water until free of acid. Pour the filtrate 
and washings through a 9 em. filter and wash the paper. Note 
if any black residue ran through. If it did, the result will be 
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too low, and a new portion must be started and a tighter plug 
used. 

Remove this asbestos from the filter tube. Dry it at not over 
100° C. until free from moisture. Burn residue in the clay boat 
in the carbon combustion furnace for thirty or forty minutes. 
Weigh COz formed. Run blanks all the way through, using all 
of the reagents, filter on asbestos plug, wash the same as the 
test. Dry this plug; burn it off in a carbon combustion furnace, 
and any carbon dioxide found is deducted from the carbon dioxide 
found in the sample by the same method. Any carbon dioxide 
remaining is calculated to carbon. ' This carbon is called graphite. 


CHAPTER XII 
Part I 
CARBON BY COLOR 


THE determination of carbon by color methods should be 
indulged in as little as possible. Numerous interferences render 
analysis, unless carried out under the guidance of persons of 
long experience, highly inaccurate. The heat treatment, i.e., 
the greater or less amount of incidental annealing that a sample 
may have had, will cause the color to vary, yielding results from 
10 per cent to 20 per cent away from the actual carbon. The 
perfectly annealed steel, i.e., where the carbon has all been 
converted into the absolutely annealed condition, yields the 
greatest depth of color for a given percentage. A few tenths of 
a per cent of highly coloring elements like chromium give low 
results compared with a standard steel not containing the alloy. 
Also the presence of considerable manganese tends to lighten 
the color in unannealed steel. The same is true of nickel. 

If a sample consisting of large, bulky, thick drillings be com- 
pared with a standard of small, uniform size, thin drillings, the 
bulky sample will yield results often 10 per cent too low. The 
presence of graphitic carbon will cause results to be anywhere 
from 5 per cent to $0 per cent too low. Of course, much graphitic 
carbon is easily detected by the insoluble black residue that 
remains in the solution so that only 5 per cent too low is likely 
to be unnoticed. A practiced eye will detect the slightest trace 
of it. If the operator can drill his own samples and always 
get them with the same heat treatment, and have a standard 
that has undergone the same treatment, and has been drilled 
with the same depth of cut, his results will be fairly accurate. 

There are two means by which one may approach the ideal: 

First. When the drillings to be tested and the standard drill- 
ings have been taken from the raw cast steel that has never 
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been reheated and is always allowed to cool slowly from the 
molten state, i. e., without any quenching.* 

Second. Where the operator is furnished the steel and can 
anneal it to the last degree of softness, avoiding the temperature 
range most favorable to the formation of graphitic carbon (see 
Annealing of Steel). Then drill such samples to uniform thick- 
ness and compare them with a standard prepared in exactly the 
same manner. This second scheme is the most accurate of all 
color methods. For the identification of the perfectly annealed 
condition, see Annealing. 

Further, it is essential in color work that the standard shall 
be within 10 per cent of the carbon content of the sample to be 
tested. The nearer the carbon of the standard is to that of the 
test, the better; especially is this true of unannealed steel. 

Method.—Dissolve 100 mgs. of sample in 4 ¢.c. of 1.20 nitric 
acid. Use atest tube 152 mm. by 15 to 16 mm. diameter. Insist 
that the dealer supply. test tubes that keep within the same 
diameter. If one test tube is wide and its mate narrow, the 
wide one will permit more of the free acid to escape than the 
narrow one, causing variation in the color. Do not set the 
tubes deep in the boiling water, as it will cause iron to dry on 
the sides, and, when this is redissolved by shaking the hot acid 
solution the brown basic nitrate of iron will go into solution, 
causing another variation of color.f The fewer tests dissolved 
at one time the better, as some parts of the bath will be hotter 
than others, causing more loss of acid from the tubes in the 
hotter location. In forty minutes all of the flakes of carbon 
are usually dissolved on a water bath. These baths are designed 
especially for this work, and contain racks to hold thirty-six 
tubes. These racks have false bottoms perforated with many 
small holes. This arrangement permits the tubes to be immersed 
to the depth of 28 mm., which is about the level of the nitric 
acid. 

For more rapid solution of the carbon, requiring from four to 
seven minutes, use a sand or graphite bath heated to about 190° 
C. Plunge the tubes into the bath just to the top level of the 


* Quenching can be safely done provided the test piece is first cooled to a 
black heat in an entirely dark closet. 


t Some laboratories use glass marbles that rest on the top of the test 


tubes during the boiling to reduce the evaporation of the acid. ° 
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acid in them. Keep the tubes close together and do not run more 
than six tubes at a time, as such a bath is lable to great varia- 
tion in temperature. The writer collects a set of six tubes in a 
compact cluster and covers all with a 5-ounce beaker.~ This 
prevents too rapid loss of acid. Remove the tests the second 
that the brown flakes are in solution. Use standards within 5 
“points” (0.05 per cent carbon) of the tests so that tests and 
standards will go into solution at about the same moment. 

The tests are quickly cooled in running water and compared 
in the bent-end comparison tubes, which permit the contents 
of the tubes to be mixed by a rocking motion. The comparison 
tubes are of 14 ¢.c. capacity, and graduated to tenths of a c.e. 
The length of the graduated portion is 181 mm. Then follows 
45 mm. of ungraduated tube; then the part bent at an obtuse 
angle. The bent lmb is about 50 mm. long. The outside 
diameter of the tube is 12 mm. A set of three of these tubes is 
used. The specifications for these tubes should require that all 
three tubes be the same inside and outside diameter throughout 
their graduated portion. The figures and graduation lines 
should be small, the figures not over 2 mm, long and the lines 
not over 4 mm. long for c.c., and not over 13 mm. long for tenths 
of a cubic centimeter. 

The graduations of all three tubes should coincide with each 
other. For example, the 14.c.c. mark should be exactly the 
same distance from the bottom of the comparison tube in each 
tube of a set, thus proving that the inside diameter is uniform 
throughout the set. 

The tubes should be free of fine black lines due to bubbles in 
the glass when it was drawn into tubing. 

The tubes should be made of selected tubing free of scratches. 
The graduations should be as exact as those of a burette. 

All color carbons should be made in duplicate and results 
averaged. Nothing is gained by operating on a greater amount 
than 0.100 gram. The author, in his practice, ran a great many 
color tests, using 0.500 gram, and found the same lack of agree- 
ment, and much more acid needed. 

The Comparison.—lf, for example, a 0.60 carbon standard is 
in use pour it into the comparison tube, using as little rinse water 
as possible, so that the volume of the fluid in the tube is just 
6 c.c.; mix thoroughly. 
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The test is then put in another tube, and water is added to 
it until its color is the same shade as that of the standard, mixing 
carefully with each addition of water. This matching should be 
conducted slowly when the test is still but slightly darker than 
the standard. But 0.2 cubic centimeter should be added at a 
time when the test is only slightly darker than the standard, 
so that when the former is finally very slightly lighter than the 
standard, the operator knows he has overstepped the end-point 
0.01 per cent, which he deducts from the reading. If the test, 
for example, is just turned lighter at 6.5 c.c., then the per cent 
carbon will be 0.65 less 0.01 or 0.64 per cent carbon. If a 
standard of 0.30 carbon is in use, it is diluted to 9.0 c.c. Should 
the test match it at 6.0 c.c., then the carbon percentage will be 
0.60+3, or 0.20 per cent carbon. If a standard of 0.40 carbon 
is used, it is diluted to 8.0 c.c. If the test matches it at 7.0 c.c., 
for example, then the per cent carbon will be 0.70+2, or 0.35 
per cent carbon. If a standard of 0.08 per cent carbon is in use, 
it is diluted to 5.6 c.c. Should the test match it at 6.0 c.c., for 
example, the per cent carbon would be 0.60+7, or 0.085= 
per cent carbon. When a large number of color tests must be 
made, they should be checked at frequent intervals by com- 
bustion; for instance, if a lot of thirty color tests are made, 
and every fifth one is checked by combustion and checks within 
0.01 to 0.08 per cent in a range from 0.50 per cent and over, it is 
pretty safe to assume that that particular lot of color tests was 
done under favorable conditions. 

The author does not use a comparison camera, but decidedly 
prefers to hold the tubes on a sheet of white paper, in diffused 
sunlight. The direct glare of the sun is, of course, undesirable. 

At night a 50-candle power frosted electric lamp of filament 
type resting on a sheet of white paper from a flexible arm is 
the best source of light. The comparison tubes should be held * 
with the graduations touching each other, thus giving a clear 
field of color. Their relative right and left positions should 
be changed at intervals of a few seconds to assist the operator 
in judging respective depths of color. He should endeavor to 
lose track of which is test and which is standard, and if, under 
such conditions, he finds he can come to the same conclusion 


* The comparison tubes should be held at an angle of about 45° to the 
paper with their ends touching it. 
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three times in succession, then he is as certain as possible of his 
choice of the light one and the dark one. In the author’s opinion 
the least source of error in carbon color work is the operator’s 
eye. A man with a good eye for color and plenty of practice 
can be counted on not to introduce an error due to the eye of 
over 0.02 per cent in higher carbons and not over 0.010 per cent 
in lower carbons, around 0.08 and perhaps not over 0.005 per 
cent in the latter range. 
Reject all drillings that are blued, or rusty. 


CHAPTER XIT 
Part II 


PHOSPHORUS IN PIG IRON, STEEL, WASHED METAL AND 
MUCK BAR * 


DissoLvE 1.63 grams of sample in 45 e.c. 1.13 nitric acid, 
using a 5-ounce beaker. Heat gently on hot plate or bath 
of some description. The author uses a twelve-hole affair as 
shown in Fig. 21. Highly silicious pig iron dissolves slowly 


Fig. 21. 


and it is best to maintain all pig iron samples at digesting heat 
(barely boiling) for at least twenty minutes. To assist in dis- 
solving pig iron add four drops of hydrofluoric acid to the solution 
after it has been digested ten minutes with the nitric acid, if 
high silicon is suspected. 

For pig iron and some chrome steels the next step is to filter 
out the insoluble graphite, ete. Wash the residue on the filter 
fifteen times with the dilute nitric acid wash. All phosphorus 

* Hundeshagen (modified by J. O. Handy) first recommended the titration 
of the yellow precipitate by standard alkali. 
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filtrations in this laboratory are made on a revolving filter stand. 
(See Fig. 22.) 

It is not necessary to filter solutions in plain carbon steels. 
Filter the muck bar solutions if they contain much insoluble 
residue. 

Add to the filtered solutions of pig iron, chrome steel and 
muck iron and to the unfiltered solutions of plain steel and 


t 


Fig. 22. Fig. 23. 


washed metal, from a convenient drop bottle, the potassium 
permanganate solution. Continue the addition of perman- 
ganate until the excess of manganese separates as a brown pre- 
cipitate that does not disappear noticeably after ten minutes’ 
boiling. As washed metal usually contains about 3.00 per cent 
of carbon it will consume considerably more of the perman- 
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ganate solution before the carbon is destroyed than ordinary 
steel. The excess of manganese precipitate is removed by 
adding ferrous sulphate solution, free of phosphorus, from a 
dropper until the solution is again clear. After five minutes 
more boiling the beakers are removed from the fire, the covers 
are rinsed off and the inside walls of the beakers are washed 
(to prevent the phospho-molybdate sticking to the walls) down, 
and 50 ¢.c. of the ammonium-molybdate * are run into each test 
from a measuring siphon. (See Fig. 23.) A batch of twelve tests 
are stirred at a time, using glass rods. A single test is stirred 
around twice, then the next one, and so on until each test in 
the lot has been stirred ten times. This means that each solu- 
tion has been stirred at intervals during a period of ten minutes. 
The twelve samples are put on the revolving stand and twelve 
7 cm. filters are marked with a lead pencil to correspond to the 
_ respective tests. The only interval in plain Carbon Steel between 
the completion of the stirring and commencement of the filtration 
is the time required to fit the filter papers to the funnels. 

The liquid is decanted through its proper filter and the bulk 
of the precipitate is allowed to remain in the beaker until the 
filter papers are washed ten times, giving each paper a washing, 
then the next one and so on until No. 1 is reached again. By 
the time No. 1 is ready for its second washing, the first washing 
will be well drained off. Each funnel stem is given a turn with 
the thumb and forefinger in such a manner that the double fold 
of the paper is washed twice and the single fold once during each 
washing. Use the dilute nitric acid wash. 

Ten washings having been accomplished, the main body 
of the yellow precipitate is washed on to its respective filter 
with a fine jet of the acid wash, and receives a further ten wash- 
ings to remove iron. 

To remove free acid the precipitates are next washed thirty 
times with the potassium nitrate water. The filters are now 
removed to a large watch glass. A ruled slip is dated and headed 
and the various tests are entered thereon. On the right-hand 
side is kept a record of the alkali used, and on the left, the acid 
standard used in the subsequent titration of the yellow pre- 
cipitate. 


* HsPO.+12(N Hy)2Mo004+21HNO; = (NH4)sPO,: 12Mo0;+21NH,NO;+ 
12H,0. ‘ 
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The titration is accomplished by placing filter and precipitate 
in a 100 c.c. beaker. The standard sodium hydroxide solution, 
1 c.e. of which equals 0.01 per cent phosphorus when 1.63 grams 
are taken, is dropped on the filter until the yellow precipitate 
has dissolved.* Then add 50 c.c. distilled water. Two drops 
of phenolphthalein are introduced, and from a second 50 e.c. 
burette standard nitric acid is run into the rose-colored solution 
until one drop of acid discharges this color. The total number 
of c.c. of alkali added, less the number of c¢.c. of acid required to 
discharge the rose color, multiplied by 0.01, gives the percentage 
of phosphorus in the sample. { 

The following equation shows how the reaction proceeds: 


2[(NH4)3PO4-12M003]+46NaOH 
a 2(NH 4)2HPOs+ (NH4)2Mo004 +23Na2Mo004+ 22H20. 


According to the equation 1 ¢.c. of normal NaOH solution should 
equal 1.3494 mgs. of phosphorus (i.e., 40.008 grams NaOH dissolved 
in water and diluted to 1 liter=normal NaOH). 46NaQOH =2P 
=62.08 grams, or 4640.008 grams NaOH =62.08 grams of P, 
or 40.008 grams NaOH = 1.3494 grams P. 


GRAVIMETRIC PHOSPHORUS 


If it is desired to check the volumetric method by weighing 
the yellow precipitate, proceed exactly as given under the latter 
process, with the following exceptions: 

First. Filter all solutions as in pig iron. 

Second. Omit the washing with potassium nitrate and use 
only the dilute nitric wash to remove iron, leaving the acid in 
the filter paper. 

Third. Filter the yellow precipitate on 7 cm. ashless filters 
that have been previously weighed hot between watch glasses 
with edges ground to fit water-tight when held firmly together, 
nearly full of water, in a vertical position. 

These filters are weighed hot and as rapidly as possible after 
having been dried at the temperature of boiling water. The 


* Tt is safer to add, at least, 1 or 2 c.c. excess of the alkali standard. 
+ Figs. 21, 22 and 23 were designed some years ago by Dr. Edward 8. 
Johnson. 
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phospho-molybdate is collected on the weighed filters and washed 
free from iron with the dilute nitric acid. The filters are again dried 
as before, for one hour, and weighed. The weight of the filter 
paper plus the dried precipitate, less the weight of the paper, 
less the blank (obtained by filtering a clear filtrate from some 
previous phosphorus determination through a weighed paper, 
washing it, drying it and reweighing it as in an actual analysis) 
equals the percentage in the sample when 1.63 grams are used 
for analysis. This method is valuable only as a check, as too 
much time is consumed. 

In both methods the filtrates and washings are placed on a 
shelf for one hour. If a cloudy ring forms at the junction of the 
washings and the main body of the filtrate, results will be too. 
low. If the cloud gradually spreads, the results may be as much 
too. low as 0.01 per cent in a possible 0.100 per cent. 

After considerable practice one can estimate with sufficient 
accuracy for most mill control all phosphorus 0.02 per cent and 
under by simply examining the yellow precipitate after it has 
had an opportunity to settle for about twenty minutes in the 
5-ounce beaker. The prevention of cloudy filtrates will be 
discussed under the heading ‘‘Molybdate Solution.” 

Standard Sodium Hydroxide Solution—One hundred and 
fifty grams of sodium hydroxide and 1 gram! of barium hydroxide 
are dissolved in 1000 c.c. of water. Let the solution stand for 
two days. Siphon off the fluid and dilute it to 2 liters. 
Dilute 275 c.c. of this stock solution to 3500 c.c. Measure out 
exactly 100 c.c. for standardization, leaving 3400 c.c. On testing, 
suppose it is found that 20 ¢.c. of the alkali standard equal 20.75 
c.c. of the acid standard. This gives the proportion’ 20 : 20.75 
:: 8400 : X(=3527). Therefore dilute the remaining 3400 c.c. to 
3527 c.c. when 20 ¢.c. of the NaOH standard will equal 20 c.e. 
of the standard acid or 1 c.c. NaOH =0.010 per cent phosphorus 
when 1.63 grams of sample are used for analysis. It is always 
best to confirm this value by running several steels whose phos- 
phorus content is accurately known. 

Standard Nitric Acid.—Dilute 74 c.c. 1.20 nitric acid to 
3500 c.c. Draw off exactly 100 ¢c.c. for testing. On titrating 
with standard NaOH, suppose it is found that 19.2 c¢.c. of the 
acid equal 20 c.c. of the alkali: 19.2 c.c.: 20 cc. ::3400: X 
(=3541). 
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Therefore the remaining 3400 c.c. are diluted to 3541 c.c. when 
20 c.c. of standard acid should equal 20 ¢.c. of standard alkali. 

For preparation of 1.20 specifie gravity nitric acid from con- 
centrated acid, see Chapter XX. 

Acid Molybdate Solution.—Dissolve 183 grams of unignited 
molybdie acid plus 2 grams of ignited (melted) molybdie acid in 
900 e.c. of 11.50 per cent ammonia water plus 250 c.c. of distilled 
water. Cool this solution and add it a little at a time to 2700 c.c. 
1.20 nitric acid. Cool the nitric acid after each addition of the 
molybdate. If the nitric acid is allowed to get too greatly heated 
the molybdic salt will precipitate in large quantity. Filter 
through a pulp filter (using suction) after twelve hours’ standing. 

Some years ago the author observed that a solution of ammo- 
nium molybdate in nitric acid, made as here given, will produce 
different varieties of the yellow precipitate. Other conditions 
being unchanged, an ammonia solution of molybdie acid pre- 
pared from ignited, i. e., crystalline anhydrous molybdie acid, 
causes the yellow precipitate to separate from the nitric acid 
solution of the steel in an extremely fine state of division. Such 
a precipitate will remain suspended in the solution for hours 
without subsiding and will run through a filter paper almost 
as though it were a solution instead of a precipitate. This 
precipitate has only one redeeming feature: It is the least soluble 
in the dilute nitric wash of any of the varieties of ammonium 
phospho-molybdate that are encountered under the conditions 
that are cited here. Now if no ignited molybdic acid is used 
in the preparation of the molybdate solution, the phospho- 
molybdate settles rapidly and does not run through a filter. 
But this variety has the objection that it is the most soluble 
form of phospho-molybdate, in nitric acid. This variety of 
precipitate will leave the filtrate perfectly clear, but after the 
latter has stood for an hour (if much precipitate has dissolved 
in the wash water) or perhaps not until the next day (if little of 
the yellow precipitate has dissolved in the dilute nitric wash) a 
milky ring of phospho-molybdate will appear at about the point 
where the washings lie on top of the main body of the filtrate. 
If much of the yellow precipitate has been dissolved, say about 
zy or #5 of its weight, this cloud will spread through the entire 


filtrate. 
The ideal yellow precipitate is that one whose physical con- 
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dition is such that it will give a clear filtrate and be practically 
insoluble in the wash. The author has had brands of molybdic 
acid that require equal weights of the crystalline molybdic acid 
and of the unignited variety to produce the desired results. At 
present but 2 grams of the crystalline material are needed for 
the particular brand of molybdic acid now in use. 

To prepare crystalline molybdic acid the author melts in a 
porcelain dish the ammonia-free, so-called c.p., molybdic acid 
which melts rapidly at a bright red heat to a clear fluid, and, 
on cooling, forms handsome crystals that can be readily reduced 
to a powder in a porcelain mortar. 

Potassium Permanganate Solution for Oxidation of the 
Carbon.—Fifty grams of the salt dissolved in 1 liter of water. 

Ferrous Sulphate Solution.—Two hundred and fifty grams of 
the phosphorus-free salt dissolved in 1000 c.c. of water acidulated 
with 20 ¢c.c. 1: 3 sulphuric acid. 

The Preparation of Ferrous Sulphate from Steel Drillings.— 
A very effective ferrous sulphate solution can be prepared as 
follows: Dissolve 55 grams of low phosphorus steel drillings 
in a mixture of 55 c.c. of conc. H28O4 and 200 c.c. of water; 
add more water at intervals, heating gently. Do not boil. 
When all action is over dilute to 500 c.c.; filter through a large 
folded filter or on a plug of washed filter papér pulp; cool and 
dilute to 1000 c.c. with water. 

Dilute Nitric Acid Wash.—Two hundred and thirty c.c. 
1.20 nitric acid diluted with 8100 c.c. of water. 

Potassium Nitrate Wash.—Dissolve 50 grams of potassium 
nitrate in 2500 c.c. of water for a stock solution. 

Dilute 700 c.c. of the latter with 7000 ¢.c. of water to con- 
stitute the wash. 

Phenolphthalein Indicator.—One gram of this substance is 
dissolved in 100 c.c. of absolute alcohol.* 


PHOSPHORUS IN VANADIUM STEEL 
E. W. Hagmaier, in Met. Chem. Eng., Vol. XI, No. 1, sepa- 
rates the phosphorus by cerium chloride. In the case of a 


* See remarks at the close of Chapter XI, page 269, on the proper way to 
drill a steel sample in order to obtain borings that represent the average of 
the piece in phosphorus, sulphur, silicon and carbon. 
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tungsten steel, dissolve the steel as for tungsten as given on pages 
114 to 116. Instead of adding the molybdate solution as directed 
on page 116, this chloride solution should be entirely reduced with 
SO2; then add 5 c.c. of 90 per cent acetic acid and 10 c.c. of a 
saturated solution of cerium chloride. Next add 1:3 ammonia 
slowly until a permanent turbidity is obtained. Boil; let settle; 
filter; wash a few times with hot water; dissolve in 1:1 hot 
nitric acid and precipitate the phosphorus with molybdate solu- 
tion. If the vanadium is in excess of 1 per cent, the cerium 
phosphate must be redissolved, and reprecipitated to remove all 
of the vanadium. The cerium phosphate is then dissolved off 
the filter with the nitric acid and finished as above. See pages 
318 to 323 for the author’s method for phosphorus in the 
presence of vanadiam. 


Acip MouyBpaTE SouuTION No LoncER USED 


The author abandoned the use of the acid molybdate several 
years ago and uses the slightly ammoniacal water solution of 
ammonium molybdate instead. See page 323. 


CHABRLER xls 
Part IIL 


THE DETERMINATION OF PHOSPHORUS IN VANADIUM STEELS, 
FERRO-VANADIUM, NON-VANADIUM STEELS, AND PIG IRON, 
USING A FAINTLY AMMONIACAL WATER SOLUTION OF 
AMMONIUM MOLYBDATE. 


I.—METHOD FOR STEEL CONTAINING VANADIUM UP TO 2.6 
Per CEntT 


InpoTson and Brearley, in 1902,+ recommended that phos- 
phorus be precipitated from the reduced solution of vanadium, 
using ferrous sulphate as a reducing agent, claiming thereby 
to aid in the precipitation of phosphorus when vanadium i: 
present. 

Cain and Tucker, in 1913,t recommended that the vanadium 
present be reduced with ferrous sulphate and sulphurous acid for 
the same purpose. 

The method here described gives a successful and convenient 
method for complete precipitation of phosphorus in the presence 
of highly oxidized vanadium: 

Place 1.63 grams sample in 150 ¢.c. beaker. Dissolve in 45 ¢.c. 
HNO; (1.13 sp. gr.) over a low flame. When solution is clear 
and brown fumes have been driven off, add 3 ¢.ec. KMnO4 solu- 
tion; boil three minutes; then add 3 e¢.c. FeSO4 solution to 
dissolve precipitate due to the excess permanganate; boil until 
brown fumes are gone. Avoid large excess of ferrous sulphate. 

Add 40 to 50 e.c. cone. HNOs (1.42 sp. gr.); bring to a boil; 
rinse cover and sides of beaker with least amount of distilled 
water; then add 50 e.c. of the water solution of ammonium 


* Reprinted from the Journal of Industrial and Engineering Chemistry, 
Vol. XI, No. 2, page 1383. February, 1919. 

t “Analysis of Steel Works Materials.” 

{ Jour. Ind. and Eng. Chem., V (1918), 647. 
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molybdate. Stir vigorously for a minute 0: two and let stand 
overnight. 

Decant through a 7 cm. paper, placing a little paper pulp in 
apex of filter, keeping the main precipitate in the beaker. Wash 
iron out of filter by washing fifteen times with the nitric wash, 
then proceed to pour the main precipitate on the filter. 

Transfer all of precipitate as far as possible, with the aid 

of the nitric wash. Add about 2 c.c. of wash to the beaker and 
remove adhering particles with a rubber-tipped glass rod. Usea 
separate beaker for catching the washings. Wash fifteen times with 
the dilute nitric wash; then twenty-five times with KNO3 wash, 
or until the outside of the filter has no sour taste, especially 
along the double thickness. 
- Place the filter containing the washed precipitate in a 150 c.c. 
beaker; add enough standard NaOH solution to cause the yellow 
color of the precipitate to disappear on macerating the paper to 
a pulp with a rubber-tipped stirring rod. Dilute to about 30 c.c. 
with distilled water; add a drop of phenolphthalein solution, 
which should cause a deep red coloration, otherwise more standard 
NaOH solution is needed; then titrate back carefully with 
standard HNOs3 solution until the pink just disappears. Sub- 
tract total ¢.c. of acid used from total c.c. of alkali used. The 
difference in c.c. X0.01 = percentage P. 


TABLE I—SHOWING EFFECT OF INCREASING AMOUNTS OF 
NITRIC ACID (1.42 Sp. Gr.) ON PHOSPHORUS RECOVERY ! 
wists JW 7 Po ake LER GHEE Longer RE EE te iba aL Ee oe 
Per Cent. P Found, P Found. P Found. P Found. 

0.121 OST Zire eo aes oe 
OES A tat 122 16) 120 0.121 
0.20 0.119 0.121 OVI2 Leis. ees 
0.40 0.114 0.118 Oe121 STRAIRS LP ee 
0.60 0.111 0.117 OF1L20 ateeikee Sea oe 
0.80 0.110 0.116 O;IZt es. Re tere 
1.00 0.110 0.115 0.120 0.119 
1.40 0.110 0.112 0.121 0.122 
1.80 0.105 0.112 0.119 0.121 
2.20 0.099 0.111 0.119 0.120 
2.60 0.093 0.108 0.117 0.117 


1 This work was done with 1.63 grams samples of U.S. Bureau of Standards, 0.120 P 
standard, 105. 
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Remarks.—The tests with the higher vanadium content were 
more tardy in precipitating than the lower ones, though all 
settled well after forty minutes’ standing. Those to which 
15 c.c. conc. HNO3 were added gave deep orange precipitates, 
darkening in color about in proportion to the vanadium content, 
clinging tightly to the stirring rods and beakers. The three 
highest vanadiums are lower in yield of phosphorus than the 
preceding ones because of the impossibility of detaching the 
adhering precipitate from the stirring rods. 

Those with 30 c.c. conc. HNO3 were an improvement in 
speed of precipitation, color of precipitate, and cleaning from 
beakers and rods. Those with 40 ¢.c. and 50 c.c. showed the 
best colored precipitates, i.e., nearest the normal yellow phospho- 
molybdate color and gave water-white washings, from which no 
recoveries of phosphorus were made. The 50 c.c. ones were a 
little prompter than the 40 c.c., though both sets were a 
vast improvement, over the 15 c.c. and 30 c.c., and both 
cleaned very easily from beakers and rods and gave good 
results. 

The precipitate from the 15 c.c..cone. HNO: in particular 
seemed to be too finely divided and passed through the pores 
of the filter, necessitating reprecipitation of the washings in all 
those of higher vanadium content. Arh 

The vanadium was added as nitrate from an acid solution 
made as follows: Fuse 4.5 grams V2O5 (56.14 per cent V) with 
10 grams NazgCOs in a platinum crucible for ten to fifteen minutes. 
Let cool; place in a 400 c.c. beaker; add 10 c.c. water; then HNO3 
(1.20 sp. gr.) until effervescence ceases and 25 c.c. in excess. 
Rinse off crucible thoroughly with distilled water; cool solution 
to room temperature; transfer to 500 c.c. flask; dilute to 
the mark with water; stopper, and shake to mix thoroughly. 
1 c.c.=0.00505 gram. V. 1 per cent V in 1.63 grams sample= 
3.25 ¢.c. solution. 

The vanadium was added after the tests were weighed and 
before the 45 c.c. HNO3 (1.13 sp. gr.) were added. The vana- 
dium was, in each instance, reduced from yellow to green, due 
to the action of the reducing gases liberated by the reaction 
between the acid and the steel. The 40 to 50 c.c. conc. nitric 
added just before removing from the fire caused the yellow 
_vanadic color to return. 
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Solutions Required.— Nitric Acid for Titrating —Dilute 35.4 
c.c. HNO3 (1.42 sp. gr.) to 4000 ¢.c. with distilled water. 

Stock Solution of Sodium Hydroxide—Dissolve 150 grams 
NaOH (c.p. sticks) and 1 gram Ba(OH)2 in 1000 c.c: water. 
Stir well and allow to stand twenty-four hours. Filter off the 
clear solution (or decant if preferable), and dilute with an equal 
volume of distilled water. Put into a 2-liter bottle and close 
with a rubber stopper. 

Sodium Hydroxide Solution for Titrating—Dilute 566 c.c. 
stock s lution to 8000 c.c. with distilled water. 

Ferrous Sulphate Solution —Dissolve 55 grams steel (low in 
phosphorus and sulphur) in 1000 c.c. beaker in 720 e.c. HeSO4 
(1:3). Add a little water occasionally to prevent salting out, 
and heat gently, but do not boil. Filter, cool, and dilute to 1000 
c.c. 

Potassium Permanganate Solution.—Dissolve 50 grams KMnO4 
in 1000 c.c. water. a 
Nitrate Wash.—Dissolve 8 gram>3 IXNO3 in 8000 c.c. water. 

Acid Wash.—Dilute 102.4 e.c. HNO3 (1.42 sp. gr.) to 8000 c.c. 
with water. 

Faintly Ammoniacal Water Solution of Ammonium Molybdate. 
—Into each of four 800 c.c. casseroles weigh 55 grams ammo- 
nium molybdate and 50 grams ammonium nitrate, and add 
40 c.c. ammonium hydroxide (0.95 sp. gr.). Dilute each to 700 
c.c. with water. Heat for about thirty minutes, stirring once 
in a while until all salts are in solution. Combine contents of 
the four beakers by pouring into a large bottle; then dilute to 
4000 ¢.c. with water. Let stand overnight. Filter the insoluble 
material through double 15 cm. papers. Do not wash. The 
clear solution thus obtained should remain clear indefinitely. 
Do not filter out the insoluble material until the total mixture 
from the four beakers has stood overnight. The insoluble should 
not weigh over 1 or 2 grams. 


TIl.—Metruop For PuospHorus IN U. 8. STANDARD STEELS AND 
Pig IRoNS TO WHICH HAVE BEEN ADDED 28 PER CENT 
VANADIUM AND IN FeERRO-VANADIUM CONTAINING 56.7 
Per CENT VANADIUM 


Procedure —Weigh out 0.5 gram steel and 0.5 gram V20s 
(56.14 per cent V). Transfer to 250 c.c. porcelain dish. Digest 
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with a mixture of 30 c.c. HCl (1.20 sp. gr.) and 30 e.c. HNOs 
(1.42 sp. gr.) for about one hour; then rinse off cover, add 100 c.c. 
HNOs (1.42 sp. gr.), and take to dryness. Bake five minutes at 
750° C. in an electric muffle furnace. 

Dissolve the oxides in 35 c.c. cone. HCl, evaporate to 10 c.c.; 
add 50 ¢.c. HNO3 (1.42 sp. gr.), take to 10 c.c. volume, then 
add 10 ¢.c. more strong nitric and heat awhile with cover glass 
on. Filter through a platinum Gooch crucible with a thin pad 
of acid-washed asbestos, using suction. Wash fifteen times, 
using the following wash: 200 ¢.c. HNO3 (1.42 sp. gr.), 100 c.c. 
water, and 20 grams Fe(NOs)3. (Ferric nitrate made by dis- 
solving 5 grams low phosphorus, melting bar steel in 50 ¢.c. HCl 
(1:1) and taking to syrupiness twice with 50 ¢c.c. HNO3 (1.42 
sp. gr.) each time.) 

Concentrate the-filtrate from the separated V205 to 10 c.c. 
in 150 ¢c.c. beaker and filter out the second crop of vanadium 
“rust”? as before. A third concentration to 10 c.c. should show 
no “rust’’ (V20s). 

To the third concentration add 40 c.c. HNOs3 (1.42 sp. gr.), 
and bring to a boil; rinse cover and sides with water and pre- 
cipitate with 50 c.c. of the faintly ammoniacal ammonium molyb- 
date solution. Stir vigorously for about two minutes. Let stand 
one hour; filter and wash as described for steels containing up 
to 2.6 per cent V. Titrate with alkali afd acid in the usual 
manner. 


TABLE II—RESULTS OBTAINED USING THIS METHOD ON 
U. 8. STANDARDS 


; V205 Per Cent P 

No. Standard. Added ES ree piven by 
Ue LONME) BOG aVeOsemmrte 500 0.522 0.526 
2 | Iron D, 6b V.05....... 500 0.531 0.531 
Beedle OO! Ve miata 5. ck we aig 500 0.124 0.120 
AEM MOON VO peetinats safest ale 600 0.115 0.120 
5 | No. 20 Standard V20s5.. 500 0.033 0.031 
6 | No, 20 Standard V.Os.. 600 0.033 0.031 


In the above procedure an average of 0.007 per cent P was 
found in the V205 added. 
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TABLE ITI—PHOSPHORUS IN FERRO-VANADIUM, 56.7 PER CENT 


VANADIUM 
Author’s Method by Faintly A eel 
Removal of about Two-| V20s Reduced with Acid Molvbdat ica Leno EY 
thirds of V2Os and FeSO, and H2SOs Pout Ne Bete Matybdate rn 
Pptn. with Faintly Pptn. with Acid HNO; Added ns N 1 o a0 ate Pptn. 
Ammoniacal Ammo- Molybdate Solution VR “ d ww plus c.c. HNOs 
nium Molybdate No V Removed. SAY (1.42 sp. gr.). 
RalGiion® No V Removed. 
Per Cent P. Per Cent P. Per Cent P. Per Cent P. 
0.414 0.240 0.053 0.185 
0.418 0.232 0.108 0.183 
0.397 Uae ignated ieces acerat eee oe ie ame wend er 
0.401 5228 Meets | Meh crease Sones ea bw etek oe 
ee age 0.234 rhe Vaiss 
AS 0.260 & ERs ste oe 
2 Ae 0.220 A hear 


IiJ-—MetHop For DETERMINING PHOSPHORUS IN NON-VANADIUM 
STEELS AND Pig Iron, Usine a FaAIntty AMMONIACAL WATER 
SOLUTION OF AMMONIUM MOoLyYDBATE. 


Procedure.—Weigh 1.63 grams sample into 150 c.c. beaker. 
Dissolve in 45 c.c. HNOs3 (1.13 sp. gr.) over low flame. (In case 
ot pig iron and certain chrome steels, when all metal is in solu- 
tion filter off carbon residue through 7 cm. paper; wash fifteen 
times with dilute HNOs, wash, catching filtrate in 150 e.c. beaker. 
Concentrate filtrate to original volume.) 

Add about 3 c.c. of the KMn0Og solution, boiling for three 
minutes, then just enough FeSO, solution (about 3 c¢.c.) to dis- 
solve the oxides of manganese. Boil off brown fumes. Add 
15 c.c. HNO3 (1.42 sp. gr.). Rinse cover and sides of beaker 
with least amount of water, add 50 ¢.c. ammonium molybdate 
solution, and stir briskly until phosphorus precipitate is com- 
pletely formed (about two minutes’ stirring). Let stand one-half 
hour or less. Filter through 7 cm. paper; wash fifteen times with 
dilute HNO3 wash; then with nitrate wash until the outside fold 
of the filter has no sour taste. In case of high phosphorus samples 
this may mean as much as thirty-five or forty times. 

(The washings in such a case were kept separate from the 
- main filtrate, concentrated to 10 c.c., acidified with 15 c.c. cone. 
HNO: and 50 c.c. of ammonium molybdate solution added. 
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It was then allowed to stand overnight. There were no recov- 
eries, showing the insolubility of the precipitate in the wash.) 


TABLE. IV—COMPARING RESULTS OBTAINED WHEN USING 
FAINTLY AMMONIACAL WATER SOLUTION WITH THOSE 
OBTAINED BY USE OF A NITRIC ACID SOLUTION OF 
AMMONIUM MOLYBDATE ! 


Slightly Ammoniacal Nitrie Acid Solution of 
Sample No. Water Solution of Ammonium Molybdate 
Molybdate Per Cent P Found. 
Per Cent P Found. 
Oo an Metre creeks ietetire ere eae cakes 0.054 0.056 
eS AA on WOR Pee shi Od ate ears SoS 0.023 0.023 
ADDR eee cera eres se Siete ete roe 0.019 0.018 
OP PAE Pt oo ns GSR aOR RTS 0.056 0.054 
es ee eR St MANS Stet rres Cienoe 0.013 0.014 
PA Ali eRe tee Ree TOME, CIO 0.058 0.058 
CA ost ceca BOs nO ae re oes haem a 0.042 0.044 
COP tN ric hy OER LACM POLO ied EES 0.052 0.052 
LONODO Mets Nee ne nee rere ae 0.055 0.052 
SO) 042. pee te re ee ae totes 0.042: 0.044 
FOS TS ee RRS te eee LRA 0.736 0.730 
PE SLCEL fig a tetiee Ww nyoncucs Papeete al 0.006 0.004 
BT Seta Nome we Mo. meee sts Ee 0.050 0.049 
Soy SS eva haba APRS Cae Cee ena 0.025 0.025 
TARE core eR OMAN 1 ORE CEC 0.058 0.056 
Pig iron standard, A........... 0.067 «=F 0.096 


1See Iron Age, April 5, 1917. 


TABLE V—SHOWING RESULTS OF TESTS ON U. S. GOVT. 


STANDARDS 
Sample. P Found Per Cent. P Value Por Cont 
a EF — ———— 
Pignron sD athird sete: crater 0.610 0.602 
EIeTON DS (GG ese et non er 0.104 0.105 
Riguirone DOG ann cna cates ce 0.540 0.545 
LCM LOD eater Sak cael ome 0.119 0.120 


This method is the same as the one published by the author 
in Iron Age, April 5, 1917, except that it was afterwards found 
that more rapid precipitation of the yellow precipitate was 
secured by the addition of 15 c.c, of concentrated nitric acid 
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(or 30 c.c. 1: 1 acid is safer to handle) to the boiling solution of 
the sample just before removing from the fire to add the molyb- 
date solution; and 1.13 sp. gr. HNOs is used instead of -1.20 
as the steels in general dissolve more rapidly in the 1.13 acid. 

Advantages of the Foregoing Methods for Ordinary Routine 
Work on Plain and Other Steels.—(1) The simplicity of the 
preparation of the faintly ammoniacal water solution of ammo- 
nium molybdate as compared with the elaborate method of pre- 
paring the old acid molybdate solution in nitric acid. 

(2) The handling of the acid molybdate is disagreeable, hard 
on the clothing and fingers of the operator and on table tops. 
The slightly ammoniacal water solution is harmless in these 
particulars. 

(3) As stated, the slightly ammoniacal water solution keeps 
as clear as distilled water after it has been properly filtered ; 
and its precipitating power is constant, whereas the old acid 
solution soon becomes turbid and therefore its precipitating 
power is continuously lessened. 

(4) The interference of vanadium up to at least 2:6 per cent 
V in the determination of phosphorus’is prevented ‘ii a simple 
way and the true phosphorus is obtained from ferro-vanadium 
containing the very high vanadium content of 56.7 per cent. 

Acknowledgment.—Credit is due Mr. F. D. Hawkins for his 
careful analytical work when making the trial analyses ou 
by the author to prove the foregoing. 


CHAPTER XII 
Part IV 
THE ANALYSIS OF FERRO-PHOSPHORUS 


SILICON 


Fuss 0.5 or 0.6 gram of the floured sample in a finely ground 
mixture of 10 grams of sodium carbonate and 2 grams of potas- 
sium nitrate in a platinum crucible. After a complete fusion 
is gotten as shown by the melt being practically free of boiling 
at a bright red heat, cool the melt by running it around the 
sides of the crucible; dissolve it out of the crucible with water 
in a platinum dish; transfer the water solution and all to a 600 
c.c. casserole, cleaning the crucible by heating in it some conc. 
HCl; add the cleanings to the casserole whose contents have 
been meanwhile acidulated with 75 c.c. of «cence. HCl. Heat the 
casserole with a watch glass on it until all effervescence has ceased; 
remove the cover and evaporate to dryness; cool; add 20 c.e. 
of conc. HCl; heat for some minutes to dissolve the iron; add 
150 c.c. of water and heat again to dissolve the sodium salts; 
filter out the silicic. acid and wash it free of iron test with 1 : 20 
HCl. Burn off the paper containing the silicious matter in a 
weighed platinum crucible and finish it as in steels, using HF 
and a few drops of H2SO4. (See page 349.) The residue remain- 
ing after volatilizing the silicon may contain a little iron and 
phosphorus. Fuse this residue with twenty times its weight of 
anhydrous sodium carbonate; dissolve the fusion with HCl and 
add the solution to the main filtrate from the silicious matter. 


PHOSPHORUS 


The main filtrate from the silicon now contains all of the 
phosphorus and iron. Dilute this filtrate to 400 c.c. with water; 
326 
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add 2 grams of citric acid, to keep the iron from reprecipitating, 
and then a slight excess of ammonia. Heat the solution to 
nearly boiling and pass through it a stream of hydrogen sulphide 
that has been washed by bubbling through a wash bottle con- 
taining about an inch of distilled water. The original form of the 
2 quart Kipp is the most practical form of H2S generator. The 
iron sulphide that is supplied fused and in sticks is the best for 
this work. The 1:1 HCl should be used to attack the iron 
sulphide. When the black sulphide in the main filtrate has 
settled out well and falls to the bottom of the beaker, stop the 
stream of the Ho2S and filter out the sulphides of iron and some 
platinum (the crucible is attacked some by the niter in the flux). 
Wash the sulphides abou: fifteen times with water saturated 
with H2S. Place the filter containing the sulphides in a porce- 
lain dish and pour over it 30 e.c. of 1: 1 HCl and warm it with 
the ‘cover on at not over a water-bath temperature for an hour 
to dissolve the iron sulphides. If platinum is present there 
will remain some insoluble platinum sulphide which can be 
filtered out together with the paper pulp from the first filter 
which was placed on the acid. The second filter is washed at least 
twenty times with 1 : 40 HCl and then further until the washings 
no longer give an iron test with either potassium ferricyanide 
or with ammonium sulphocyanate. This filtrate and washings 
from the pulp and platinum sulphide contain all of the iron 
and perhaps still a portion of the phosphorus. Two grams of 
citric acid are again added and the iron is again separated in hot 
solution with H2S as before. Filter out the sulphide of iron and 
wash it as in the first instance. Retain the iron sulphide to get 
the total iron. The two sets of filtrates and washings from the 
H2S precipitations are combined and made acid with about 50 c.c. 
of 1: 1 HCl and are heated with a cover on until all effervescence 
due to the escape of H2S is over. Remove the cover and evapo- 
rate to 100 c.c.; add water if necessary to dissolve any crystals 
that may have formed; filter out any insoluble matter; add 
150 ¢.c. of cone. nitric acid and heat in the covered beaker until 
all action between the nitric acid, the chlorides, and the citric 
acid is over; then transfer to a large casserole and evaporate 
low. When brown fumes begin to develop again, cover the 
vessel and add 50 c.c. more of the conc. HNO3. Heat until all 
‘action is over; remove the cover and evaporate to dryness; 
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cool; add 75 c.c. of cone. HCl; cover; heat until action ceases; 
evaporate again to dryness; cover again; add once more 75 
c.c. of HCl and evaporate dry; cool; heat with 25 c.c. of cone. 
HCl with the cover on for ten minutes; add 150 c.c. of water 
to dissolve the salts; filter; wash the filter with water until the 
washings are free of chlorides; make the filtrate and washings 
just neutral with ammonia; cool; add 40 c.c. of magnesia 
mixture; stir well; add to the solution one-third of its volume 
of cone. ammonia; and stir the solution for one or two minutes 
and let it stand for twelve hours. Then filter out the ammonium 
magnesium phosphate and wash it with 5 c.c. of conc. ammonia 
diluted with 500 c¢.c. of water, until the washings no longer give 
a cloudiness after being acidulated with a few drops of dilute 
nitric acid and tested with a little silver nitrate solution. The 
‘washings should be kept separate from the main filtrate. Both 
the filtrate and washings should be tested by adding 10 c.c. more 
of the magnesia mixture and to the washings should be also 
added one-third of its volume of ammonia. If any precipitate 
forms in either the filtrate or the washings it is filtered, washed 
and added to the main precipitate. Dry the filters containing 
the phosphate precipitates, and then smoke off the volatile por- 
tion of the filter papers below redness to avoid losing particles of 
the phosphate; do not heat the platinum ¢rucible hot enough to 
ignite the gases coming from the papers. When the smoking 
ceases, raise the heat to low redness, and finally hot enough to 
obtain a pure white residue of magnesium pyrophosphate. Do 
not use a blast lamp temperature as the platinum will be badly 
attacked by the phosphate. Weigh the Mg2P207; dissolve it 
in HCl; filter out any insoluble silica; wash it; weigh it and 
deduct it from the first weight; calculate the net weight to 
metallic phosphorus by use of the factor 0.2787. 

Magnesia Mixture consists of 25 grams of magnesium chloride, 
50 grams of ammonium chloride, 100 ¢.c. cone. ammonia and 
200 c.c. of water. This mixture is stirred until the salts are 
dissolved, and after standing for at easy twenty-four hours it 
is filtered for use. 

Sulphur in ferro-phosphorus is obtained by fusing the finely 
ground sample as given for phosphorus, continuing the analysis 
exactly as for this element until the silicon has been filtered off, 
The filtrate and washings from the silicious matter are thea 
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diluted to 400 ¢.c. and the sulphur is precipitated with BaClo, 
using 25 ¢.c. of a saturated solution of the barium salt. The 
barium sulphate is filtered off after twelve hours and the deter- 
mination is then finished as in steels. 

Iron is obtained from the sulphide gotten from the second 
precipitation with H2S in the analysis for phosphorus. The 
sulphide is roasted in a porcelain crucible until free of the paper; 
the ash is dissolved in HCl; reduced with stannous chloride 
and titrated with potassium dichromate as in iron ore. The 
iron can also be obtained in the sulphur determination by fusing 
1 gram of the sample as above for sulphur; the filtrate from 
the silicious matter can be divided into two equal parts and one 
part can be finished for sulphur and the other half is precipi- 
tated with ammonia to remove the platinum from the iron. 
The iatter is then dissolved off the filter with HCl and finished as 
given for iron ore. Sulphur ean also be gotten by carbonate and 
peroxide fusion in an iron crucible as on pages 47 and 57. 

Manganese is gotten in the same manner as for manganese 
in insoluble ferro-titanium. (See page 48.) 


- TYPICAL ANALYSES 


No. 1 No. 2 
ron et ts Sos Siok aie ieerstore 2084 2 79.44 78.16 
iamranese eats oi Xol-ps Sicsieid aia? 0.05 0.06 
OLn@eyal eh a ee Bo See ae ane 18.51 20.45 
Sallam 425) lois aaas Oe us ie est 0.67 0.55 
SHSOD, 1.2 8 CO ee tere teens te 0.76 0.54 
Carbone ahs oe eee. Ble alee 0.26 0.16 
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CHAPTER XII 
Part V 
SULPHUR IN STEEL, MUCK BAR, PIG IRON AND WASHED METAL 
VOLUMETRIC 


DissoLvE 3 grams of sample in 70 c.c. of 1: 1 * hydrochloric 
acid. More than this amount of acid is sometimes required 
for rapid solution. The dissolving flask is the author’s design 

and is made in a mold with a fire finish, ring 

neck: The flask, being made in a mold in- 

stead of by hand, has a perfectly round neck 

and always takes a No. 6 rubber stopper. 

Its capacity is 275 c.c. to base of neck, and 

. its height is 165 mm. It is a great conven- 

ience to have these details always the same. 

(Fig. 23A.) Previous to designing this flask 

much trouble was experierted in different lots 

of flasks. In the same lot some would re- 

quire a No. 4, others a No. 5, and some a 

No. 6 stopper to get a good fit. Then 

ground finish flasks will crack at the neck 

when placed in the heater to dry out the 

Fig, 23A. water. Drillings are never weighed into wet 
flasks. The No. 6 stopper is perforated with 

three holes, one to receive a bulb funnel of 75 c.c. capacity. 
This funnel is also designed to facilitate the work. It has an 
opening at the top of the bulb of 15 mm. diameter. The glass 
cock has an extra large hole bored in it (83 mm. diameter) to 
permit of rapid flow of the acid from the bulb into the flask. 
The total distance from the base of the bulb to the outlet in 
the stem is 145 mm. The second hole in the stopper admits 


* Two parts of 1.20 HCl (conc.) to 1 part of water are more reliable as 
some kinds of pig iron show no sulphur at all by the evolution method with 
weaker acid. 
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a small tube that dips just below the level of the fluid in flask. 
After the iron is completely dissolved, hydrogen is forced through ~ 
this inlet for from three to five minutes to drive out any hydrogen 
sulphide that may remain in the interior of the flask. The 
third hole admits the delivery tube which carries the evolved 
gases to the bottom of the absorbing solution of ammoniacal 
cadmium chloride. This solution is contained in a thick-wall, 
thick-bottom, test tube about 10 inches by 1 inch. Fifty c.c. 
of the solution are used for each analysis. 


THE EvoLuTion APPARATUS FOR THE DETERMINATION 
OF SULPHUR IN PLAIN CARBON STEELS. 


The bulb funnel referred to on page 330 is shown at H in 
Fig. 24. At D the thick wall, 101 inch, containing the am- 
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Fig. 24. 


moniacal cadmium chloride solution is given. The tube F with its 
four branches distributes the hydrogen to each dissolving flask 
E. On each branch a screw pinch cock, not shown in the cut, 
is located at the point G to shut off the hydrogen from any one 
flask E. The delivery tubes are as shown at C. 

The flask is clamped in a rack supporting four flasks to the 
stand.* Each stand is supplied with four burners. The top of 
the stand on which the bottoms of the flasks rest is an asbestos 


* See Fig. 24. 
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copper-rimmed board with a circular hole of 42 mm. diameter cut 
in it immediately over each burner. The bottom of the flask 
rests in this hole. Ranged alongside of this rack is a wooden 
one holding the four absorption tubes. As many such sets of 
four are in operation at one time as the chemist can manage.* 


O.D. 1% “or 36 mm, 
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Fig. 25. 


When the solutions no longer evolve gas to any extent without 
the aid of heat, the flames are raised slightly so as to maintain 


* Drawing No. 25 shows the connections for a single flask for the evolution 
of sulphur in steel, etc. This arrangement differs from that shown on page 
331 in that the delivery tube is disconnected at K when the evolution is 
completed. The tube J is left permanently in the stopper. This is a much 
safer arrangement than the old one where J and K and C were all one piece 
of glass tubing. By the old way frequent breakages resulted at J and quite 
a few cut fingers. 
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a very slight’ boiling action. When heat no longer produces 
gas bubbles in the absorption tubes, the hydrogen is turned in 
and a rather rapid passage of this gas is continued for from three 
‘to five minutes. The cocks on all of the bulb funnels are then 
opened. The hydrogen is shut off at each flask. 

The cadmium solution_containing the precipitate of sulphide 
is poured on a rapid running 11 em. filter.. The absorption tube 
is rinsed with water and the washings are poured on the filter. 
The latter is washed three. or. four. times with water. The 
delivery tube; if much precipitate. adheres to it, is cleansed by 
rubbing it with a little filter paper. This small piece of paper 
is then dropped in on the main portion of the cadmium  sul- 
phide to which it belongs. The delivery tube, without further 
washing, is put back into its respective absorption tube.: 

‘Both tubes together with the filter paper containing the . 
major part of the sulphide are taken tothe titration table 
together with the other tests which have been similarly per- 
pared. The filter paper with the adhering sulphide is placed 
in a 1000 c.c. beaker containing 500 c.c. of water. For con- 
venience the beaker should have an etched mark on it. to indicate 
the half liter. 

The paper is beaten into fragments with a glass rod and 
the pulp is stirred all through the water. Two c.c. of starch 
solution are added. The absorption tube corresponding to this 
filter is filled one-quarter full of distilled water and then to within 
an inch of the top with 1:1 hydrochloric acid. Further, the 
delivery tube, which has been momentarily removed from the 
absorption tube previous to adding the water, is returned to 
the acid fluid, and is raised and lowered in it to dissolve any 
small quantity of cadmium sulphide adhering to its interior or 
exterior walls. It is then laid aside and the fluid in the absorp- 
tion tube is poured into the water containing the bulk of the 
yellow sulphide. This acid is not dumped in promiscuously 
but is allowed to run down the inner wall of the beaker rather 
slowly so as not to disturb the contents thereof. Before stirring 
the acid through the latter, iodine is dropped in from a Gay- 
Lussac burette held in the operator’s left hand. The drops 
are added in such a way that a circle of drops extends around 
the inner circumference of the beaker. With his other hand 
the operator now gives the solution in the beaker a slight stir 
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with a glass rod. If this causes the blue to disappear, leaving 
a reddish tint, another circle of drops of iodine is added, and so 
on until two or three drops of the standard iodine solution pro- 
duce a purplish blue end-point which does not fade to a red with 
more stirring. 

The number of c.c. of iodine used less the number of c.c. 
required to produce a faint blue in a blank test, multiplied by 
the percentage value in sulphur of the iodine standard, equals 
the per cent of sulphur. The blank test is made on the same 
amounts of starch, filter paper and water as are used in an actual 
analysis. 

This sulphur value is obtained by runring steels of known 
sulphur content in the manner described. 

The U. S. Bureau of Standards, Washington, D. C., also 
furnishes phosphorus, sulphur, silicon, and manganese standards 
for pig iron and steel that have been analyzed by chemists 
experienced in iron and steel analysis. These constitute a 
valuable aid to the analyst, enabling him at any time to check 
his own standards. The cost of these standards is low. Steps 
are beinz taken with a view to preparing also a series of various 
alloy steel standards standardized as to vanadium, titanium, 
chromium, tungsten, and molybdenum content.* 

Each day a standard steel should be run yith the other work, 
as new acids and chemicals are liable to cause the sulphur value 
of the iodine to change from that originally obtained when it 
was first standardized. 

This method is accurate for all unhardened plain carbon 
steels, and for annealed pig iron and for muck bar. -In chilled 
pig iron, unless first annealed, the results are usually about 
25 per cent lower than the actual sulphur, and yet, in spite of 
this fact, by reason of its rapidity, practically the method as 
given is very generally in use by buyer and seller of pig iron. 
The practice of annealing the drillings in covered crucibles, at a 
red heat, for fifteen minutes may probably come into vogue. 

However, if the buyer and seller understand the limitations 
of the method it would seem unnecessary to resort to this detail. 
The steel furnace superintendent could calculate his sulphur 

* As is generally known, the U. S. Bureau of Standards now has plain 


vanadium, chrome-vanadium, chrome-nickel, chrome-tungsten and plain 
nickel standards for distribution at a reasonable rate. 
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content one-fourth higher than the laboratory report. Or the 
buyer and the seller could agree that if their respective labora- 
tories find 0.060 per cent sulphur, for example, in pig-iron, it 
shall be reported as 0.075 per cent, thus saving valuable time in 
the laboratory and yet have records that are sufficiently close to 
the truth for all practical purposes. 

The evolution method is unreliable for steels high in copper 
and for many alloy steels that form carbides that are insoluble 
in 1: 1 hydrochloric acid. The results are too low. (See pages 
122-128.) 

The Starch Solution.—Grind 1 gram of good wheat starch, 
free from rancid smell, to a powder. Stir it with 10 c.c. of water 
in a small beaker and pour it carefully into 90 c.c. of boiling 
water. Cool and use as needed. It is best to prepare this 
solution daily. 

Iodine Standard.*—One gram of best resublimed iodine is 
dissolved in a very little water together with 10 grams of c.p. 
potassium iodide. This is diluted to 1000 c.c. with distilled water. 
It is standardized against a steel of known sulphur content. 

Cadmium Chloride Solution.—Twenty grams of anhydrous 
cadmium chloride are dissolved in 1400 c.c. of ammonia water 
of 0.9 specific gravity. This solution is diluted to 4 liters with 
distilled water for use. 

Lead Acetate Solution——For purification of the hydrogen 
before it enters the sulphur flasks, it is allowed to bubble through 
a 500 c.c. Bunsen wash bottle containing a solution of lead 
acetate made as follows: (1) Dissolve 100 grams of lead acetate 
in 400 c.c. of water. (2) Dissolve 400 grams of potassium 
hydroxide in 500 c.c. of water. Pour one solution nto the other and 
mix thoroughly. Use 120c.c. of this solution in each wash bottle. 

The hydrogen is generated in an ordinary Kipp apparatus. 


GRAVIMETRIC SULPHUR IN Pia IRoN, STEEL, WASHED 
Mertat anp Muck Bar 


Dissolve 5 grams of drillings of 0.04 per cent and higher 
sulphur content in 200 c.c. concentrated nitric acid, using an 
* One c.c. of this standard equals from about 0.0042 to 0.0045 per cent 


of sulphur when 3 grams of sample are taken for analysis. 
{ See pages 331 and 525. 
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800 c.c. beaker. For percentages of sulphur under 0.04 per cent 


use 10 grams of drillings, dissolving the latter in 300 c.c. of con- 
centrated nitric acid.. Add the nitric acid a few c.c. at a time, 


as the reaction is violent. When all acid is in the beaker, warm 
the contents of same until action is over. Then add 2 grams 


of sodium carbonate. Transfer the solution to a No. 6 dish 


and evaporate on the sand or graphite bath to dryness. Dis- 
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solve in 100 e.c. of 1.20 hydrochloric acid,’ keeping the dish 
covered until spraying ceases. Remove the cover and evapo- 
rate to dryness again. Dissolve once more with 50 ¢.c. con- 
centrated HCl and evaporate to a scum. Add 10 e.c. of con- 
centrated hydrochloric acid, or more if necessary, and heat 
with cover on until all iron is in solution. Add 100 c.c. of water. 
Filter; wash with dilute HCl (1:20). Dilute the filtrate and 
washings to 400 c.c. Heat to boiling. Add 60 c.c. of a saturated 
solution of barium chloride, diluted with 200 ¢.c. of water. Filter 
the barium chloride before using it. Stir the solution thoroughly 
after adding the barium chloride. After twelve hours filter the 
precipitated barium sulphate on a double 9 cm. ashless filter. 
Barium sulphate is quite soluble, even in very dilute hydro- 
chloric acid. It should be washed free from iron with cold 
water and only an occasional washing with water containing 
‘one or two drops of 1 : 1 hydrochloric acid in 100 c.e. of distilled 
water. 

Wash about every fifth time with this acidulated water 
until no iron test is obtained with KCNS and then free from 
chloride test with water alone. Ignite in a weighed platinum 
crucible. Add one or two drops of 1:3 sulphuric acid and 
ignite again. Weigh as BaSO4. Obtain a blank in the same 
way. Deduct the BaSO. found in the blank and multiply the 
remainder by 13.73 and divide the product by the weight taken 
for analysis to obtain per cent of sulphur. If the barium sul- 
‘phate does not burn white it can be fused with 1 gram of sodium 
carbonate. The melt is then dissolved in water; filtered from 
BaCO3; the filter washed with water and the filtrate and wash- 
‘ings acidulated with a slight excess of 1:1 hydrochloric acid. 
‘Heat to boiling and precipitate with 10 c.c. of a filtered, satu- 
rated solution of barium chloride diluted to 50 ¢.c, with water. 
Finish as before, washing this time with water only. Read pages 
122-128 for the hot tube method.* 

* Photo No. 26 shows an apparatus set up in a hood to run eight sulphur 
tests at a time. : 


CHAPTER XII 
Part VI 


MANGANESE IN PIG IRON, TUNGSTEN STEEL, MUCK BAR, NICKEL 
STEEL, MOLYBDENUM STEEL, VANADIUM STEEL, TITANIUM 
STEEL AND CHROME STEEL 


For pig iron, muck iron, plain carbon, or plain vanadium steel 
or nickel steel, titanium steel with absence of chromium and 
with silicon not over 3 or 4 per 
cent, and tungsten steel not much 
over 3.5 per cent tungsten, accu- 
rate to 2 per cent of manganese. 
Dissolve 0.100 gram for mangan- 
ese of not over 1 per cent mangan- 
ese or 0.050 gram for higher per- 
centages in 40 ec.c. 1.20 nitric 
acid in a 10 by 1 inch test tube 
over a low Bunsen flame. (See 
Fig. 27.) 

Boil until red fumes are 
gone. Revolve the tubes from 
over the flame and add cau- 
tiously 1 gram of light-brown 
colored peroxide of lead free 
from manganese. Do not use 
lead peroxide of the very dark 
brown, in some instances, almost 
black color as this very dense 
variety does not yield its oxy- 
gen readily, and results will not 

- check and are frequently 25 per 
cent too low. Insist on getting 
light-brown lead peroxide.* 


* Fig. 27 is after a design by Dr. E. S. Johnson. 
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After adding the lead to all of the tubes, raise the flames 
causing the contents to boil almost to the top of the test tubes, 
four minutes. Lower the flames, place the tubes quickly in 
cool water, and then, after a few seconds’ delay, directly into 
cold water. Permit the excess of lead peroxide to settle ten 
minutes, or longer if convenient, in a dark cupboard. 

Decant the contents of the tubes into 5-ounce beakers .as 
needed, leaving all black sediment in the bottom of the test 
tube. Titrate the pink solution with standard sodium arsenite 
until all pink or brown shades are gone and a suggestion of 
yellow color appears. The author has tried many methods for 
the quick determination of manganese, and can recommend it in 
preference to other methods. for simplicity, speed, and accuracy. 
Chromium is about the only disturbing element likely to be met 
with in steels, and can be quickly removed by the following 
method, which is used also for all high-speed combinations and 
high per cent tungsten steels. 

Dissolve 0.300 gram or 0.150 gram in low and high man- 
ganese steels, respectively, and proceed exactly as given for the 
determination of manganese in chrome-vanadium steels. (See 
Analysis of Vanadium Steels, pages 32-33.) 

For plain molybdenum steels without chromium, proceed 
as in plain steels. Presence of large quantities of copper and 
nickel do not interfere with this method. Of course, hydro- 
chloric acid should be absent, or any other substance that 
would reduce permanganic acid, such as carbonaceous materials. 
Sunlight bleaches the pink color, causing low results. * 

Standard Sodium Arsenite Solution.j—Concentrated Stock 

Solution —2.48 grams of c.p. arsenious acid and 12.5 grams 
of e.p. fused sodium carbonate dissolved in 1250 c.c. of distilled 
water. Dissolve the arsenious acid and the carbonate, at first, 
in a little hot water. ; 
Working Strength—200 c¢.c. of stock solution diluted with 
1600 c.c. of water. One c.c. of this solution will equal, usually, 
0.07 per cent of manganese when 0.100 gram of sample is taken. 
It should be checked against steels of known manganese content 
before it is used. 


* For determination of manganese in cobalt steels, see page 389. 
+ Deshay suggested the sodium arsenite titration. 
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Rarw Mernop ror PRELIMINARY Bato Trsts. TIME, TEN 
Minutes ror ALL Operations; FirreeNn Minutes ENouGcH 
FoR TEST IN DUPLICATE 


Use a cone flask with a lip measuring 1} inches top, 24 inches 
bottom, 43 inches high. Weigh a 100 mg. sample, add 40 c.c. 
HNOs3 (1.20); place on hot plate and boil until brown fumes have 
been driven off. Remove from heat, add one small spoonful of 


Puoto No. 28. 


PbO2 (approximately 1 gram); replace on hot plate and boil 
exactly two minutes. Electric hot plate is the most convenient. 
(See Photo No. 28.) 

Place the flask immediately into a pan of cold water and 
bring to room temperature as quickly as possible. Using suction, 
decant the contents of the flask through a porcelain Gooch cru- 
cible containing a thin asbestos pad, or through a carbon filter 
tube with a pad of washed E. & A. asbestos (resting on a per- 
forated porcelain plate) into a 250 ¢.c. suction flask. Wash filter 
three times with distilled water, then titrate solution in the same 
flask to disappearance of pink with standardized sodium arsenite 
solution. Multiply number of ¢.c. used by 0.07 and report 
the product as per cent manganese. 

It is not necessary to rinse the original flask after pouring 
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contents on filter. Leave the sediment of excess PbO. in the 
oxidation flask. 

EXAMPLE 


No. 118 Standard. 


7.2¢.c. 2d reading of burette 
0.0c.c. Ist reading of burette 


0.50 Mn. 


No. 34 Standard. 


12.2 ¢.c.. 2d reading 
7.2¢.c. Ist reading 


5.0 c.e. 
x07 


.3D &.C. 
0.35 Mn. 


Preparation of Asbestos.—Fill a 400 c.c. beaker one-third full 
of E. & A.’s or some other good grade of washed asbestos. Add 
200 c.c. distilled water and 100 c.c. HeSO4 (1: 3); bring to a 
boil; then add KMnOsz solution (25 grams per 1000 c.c.); a 
few drops at a time, until a slight pink persists after five minutes’ 
boiling; filter on a funnel containing a perforated porcelain disk; 
using suction. Wash with distilled water until washings are 
water white. Upset the asbestos plug in funnel several times, 
so’ as to give more thorough washing. Place in clean bottle, 
cover with distilled water and stopper for future use. 

Preparing Plug for Filtering—Transfer some of the soft 
moist fibers to the filtering crucible, then apply gentle suction 
while tamping down lightly with a flattened end glass rod. Fill 
the crucible with distilled water, apply stronger suction and 
note if the filtrate is clear. If cloudy, repeat filtration of water 
until clear. The filtering crucible is now ready for use. Have 
a filter ready before tests come in. 
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MANGANESE-PERSULPHATE METHOD 


Determination of Manganese in the Presence of Chromium. 
—Dissolve 100 mgs. of sample in a 150 ¢.c. cone flask 43 inches 
high by 21 diameter at bottom, by 14 inches at top, with 20 c.c. 
H2S80,4 (1: 3); heat on hot plate or stove until dissolved. When 
dissolved, add 5 c.c. HNOs (1.20); boil to expel brown fumes. 
Remove from heat; add 20 c.c. water; then 10 c.c. AgNO3 
(6 grams per liter); then 15 c.c. ammonia persulphate (240 grams 
per liter); heat moderately (to incipient boiling) until no more 
fine bubbles are given off. Shake flask frequently. 

Place in a pan of cold water and cool to room temperature. 
In plain carbon steel titrate to a straw yellow with sodium 
arsenite; if chrome is present titrate to a golden yellow color. 
The number of c.c. consumed multiplied by 0.076 =per cent Mn 
on 100 mg. sample. Standardize with U. 8. Government standard 
steels of similar composition. 

The sodium arsenite solution is the same as uéed in titration 
of manganese by PbOz method.* 


Factor PbOz method........ 0.07 per cent Mn in 100 mg. 
Factor persulphate method... 0.076 per cent Mn in 100 mg. 


The use of ammonium persulphate and silver nitrate for the 
determination of manganese in steel was first worked out in the 
United States by Walters. The silver nitrate acts as an oxygen 
carrier by the intermediate formation of silver peroxide. The 
equations showing the action of the persulphate and the arsenious 
acid and the permanganic acid are given below: 


2Mn(NO3)2 +5(NH4)2520s+8H20 = 
2HMn0O.4+10(NH4)HSO4+4HNO3. . (1) 


4HMn0O4+10As(OH)3+8HNO3 = 
10H3AsO4 +4Mn(NOs)2 + 6H20. <j (2) 
* Photo. No. 28 shows the exiainne flasks heated on an electric stove for 


both the lead peroxide rapid bath test, or in the persulphate method just 
described. The carbon filter tube is shown at 6 and the oxidizing flask at 2. 
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MANGANESE UP TO 2.5 PrR CENT IN ALLOY STEELS 


Calibrate a 10X1 inch test tube by carefully delivering three 
25 c.c. portions of water from a 25 ¢.c. pipette. Locate the 75 
c.c. height on tube by a file mark or etching. 

Place 300 mg. sample in a dry calibrated tube, add 10 c.e. 
H2SO4 (1 part cone. H2SO4, 7 parts of water); dissolve with 
moderate heating. Remove from the heat and add cautiously 
10 c.c. HNO: (1.20 sp. gr.), then boil until brown fumes have 
been completely expelled. Cool; make small additions of a 
rather thick paste of zine oxide and water, whirling the tube to 
mix well and avoid forming a clot; continue to add the paste 
until fine white particles of zine oxide are observed settling out 
in bottom of the tube, and the hydroxides settle rapidly. Avoid 
much excess of zine oxide, as it will cause an error in the volu- 
metric measurements. 

Dilute to the 75 ¢.c. mark with distilled water; insert a clean 
rubber stopper and mix well, alternately inverting and shaking 
five or six times. Filter through a dry 11 em. paper into a clean, 
dry 150 c.c. beaker. Discard all except filtrate. Rinse 25 c.c. 
pipette with a few c.c. of filtrate, then deliver exactly 25 c.c. 
into a clean 10X1 inch test tube. 

Add 30 ¢.c. HNOs (1.20) and a few grains of pure SiO2; 
bring to a boil; add 1 gram of specially prepared lead peroxide 
(PbOz) and boil exactly four minutes. Cool, let settle in a cool, 
dark place until clear (usually requires fifteen to twenty minutes). 
Decant very carefully, all of the supernatant liquid into a clean 
150 c.c. beaker, leaving the brown residue in the tube. 

Titrate, against a white ground, with a standardized solution 
of sodium arsenite to disappearance of any pink tinge in beaker. 
Multiply the number of ¢.c. consumed by the manganese value 
of the arsenite solution and calculate to percentage manganese. 

Sodium Arsenite Solution.—8.94 grams As2O3, 40 grams 
NazCO3. Dilute to 4000 c.c. with water. 1 c.c.=0.07 per cent 
Mn on 100 mg. sample. 

Standardize against U. S. Bureau of Standards analyzed 
steels, or enough KMnOg (c.p.) to give content of manganese 
within the desired range. For a duplicate, 150 mg. may be 
taken and the result multiplied by 2. This method is accu- 
rate and may be used for all plain or alloy steels. 
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Specially Prepared PbOs—Weigh five pounds red lead into 
a 4-liter crock. Add 3000 ¢.c. HNO: (1.18 sp. gr.); stir with a 
paddle or heavy glass rod. When the residue has a uniform 
chocolate or brown appearance, let settle; then pour off the 
liquid. This liquid is largely lead nitrate, and can be concen- 
trated, roasted, and roasted over again. The brown residue 
is mainly PbO». 

Fill crock nearly full with distilled water, stir well with paddle, 
let stand and pour off as before. 

Repeat several times, until decanted liquid is only faintly 
acid or neutral. Transfer residue with a scoop or spatula to a 
large porcelain dish and evaporate to dryness at 150° C. Powder 
and put into stoppered bottles. 

PbOz prepared in this manner is of a light brown color, and 
settles quickly when used on manganese determinations, and 
will oxidize manganese completely to as high as 16 per cent in 
steel. (See method for steel containing 16 per cent of manganese.) 


vs 


GHABRTER XIi 
Part VII 


THE DETERMINATION OF MANGANESE IN STEELS OF HIGH MAN- 
GANESE CONTENT, ACCURATE TO AT LEAST 15 PER CENT 
MANGANESE, IN THE PRESENCE OF MUCH CHROMIUM 


WeicH 1 gram sample into 400 c.c. beaker; add 30 c.e. 
H2SO4 (1:3) and 70 c.c. distilled water and heat mildly until 
dissolved. Add 20 ¢.c. HNOs (1.20) and boil gently until brown 
fumes are expelled. Let cool, transfer solution to a 500 c.c. 
calibrated flask; and after rinsing beaker several times with 
distilled water, bring volume to 250 c.c. 

Make a liquid paste of zine oxide and water that will just 
pour; fill a 100 c.c. graduate with the paste, from it, add about 
10 c.c. of zine paste at a time to the flask, shaking thoroughly 
after each addition until a thin white layer of zinc oxide covers 
the bottom of the flask on being allowed to settle one minute. 
Avoid a large excess of ZnO. Dilute to the 500 c.c. mark with 
distilled water; stopper; and mix thoroughly by repeatedly 
inverting the flask and shaking it. Filter immediately, through 
dry double 15 cm. filter papers into a dry 400 c.c. beaker; discard 
the precipitate. Rinse a clean, 50 c.c. pipette twice by drawing 
about 10 c.c. of the filtrate into it, each time shaking it well. 
Reject these rinsings. 

Now deliver exactly 50 c.c. of the filtrate from this pipette 
into each of two clean 400 c.c. beakers. Add 200 c.c. HNO3 
(1.20 sp. gr.) and a few grains of pure SiOz to each, to 
prevent violent boiling. Place over good flame; bring to a boil; 
add 2 grams of specially prepared PbOz to each and let boil 
exactly four minutes. Remove from stove, and add 30 c.c. H2504 
(1 : 3) to each, stir with glass rods; place in a pan of cold running 
water. . 

When room temperature is reached, let tests settle for one 
345 
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hour in a cool, dark place, after which time they are ready for 
titration. Each test represents one-tenth of the original weight. 

Titration.—Decant into a clean 600 c.c. beaker all of the solu- 
tion possible, without disturbing brown lead residue on bottom 
of beaker. Stir vigorously and add rather rapidly from a burette 
N/20 ferrous ammonium sulphate until solution in beaker is 
water white. Back titrate carefully with N/20 KMnQOsg solution 
to the first appearance of a permanent pink. Deduct c.c. per- 
manganate used from c.c. ferrous ammonium sulphate consumed 
and figure percentage to Mn as shown under “Calculations.” 

Rapidity of titration gives a better end-point as lead sulphate 
begins to form in considerable quantity in a few minutes. 

Precautions —(1) Do not mix the H2SOxz and the nitric acid 
before adding the acids to the drillings. Put the sulphuric acid 
on first, and then add the nitric acid, only, after the sulphuric 
acid has ceased its action. The purpose of this procedure is 
to remove as far as possible all of the carbon and carbides before 
the nitric can act on them. If the carbon gets into solution, 
the complete oxidation of the manganese to permanganic acid 
is interfered with. 

(2) Remove the iron with the zine oxide, whether there is 
chrome present, or not, when the manganese is from 3 per cent 
to 15 per cent. There is evidence thatt the oxidation of high 
per cents of manganese, in steel, to permanganic acid, by means 
of lead peroxide, is most successful when the iron is first removed 
by zine oxide. The author is not prepared to state whether this 
is due to the absence of the iron or due to the precipitated iron 
sweeping out the last traces of carbon. The nitric acid may 
put carbon into solution when it attacks the carbides that the 
sulphuric acid failed to dissipate as gas before the nitric acid 
was added. 


STANDARDS 


400 mg KMnO, } : 
Deter aaite ceeal (A) 14 per cent Mn approximately 
7 per cent Mn approximately 


100 . KC 
mg. K,Cr.O; 3.5 per cent Cr approximately 


200 mg. KMnO 
Die en A | (B) 
1 gm. plain steel 


Put standards through operations simultaneously with the tests. A 
high manganese steel on which the manganese has been carefully deter- 
mined gravimetrically may be used for a standard also, if preferred. 


QUICK METHOD FOR Mn UP TO 15% Mn 


Standardization and Calculations 


KMn0O,’ 200 mg. KMnQO, } Fe. Am. Sul. 
tse — 100 mg. KeCr.O; } (B) 1/10 44.8 
2.9 1 gm. steel J 2126 
4.4 (B) is diluted ; 17.2 

to 500 c.e. —4.4 
12.8 cc 


50 c.c. of (B) run as a standard. 


__ 00056 _ 
.38476 Mn in 1 gm. KMnO, 12.8 ) .007172 
a2 640 
.06952 Mn added P 
.0022 Mn in steel 768 
10 ) .07172 sae 
007172 | 4 
1 c.c. =0.56 per cent Mn on 100 mg. sample 
KMn0, Standard steel 
2.9 13.52% Mn 
0.0 
=== 000563 Fe. Am. Sul. 
2.9 24) .013520 Deo 
.120 .06 
152 26.9 
144 —2.9 
80 24.0 c.c. 
72 
8 


1 c.c. =0.563 per cent Mn on 100 mg. sample 
Sample No. 1100 mg. Fe. Am. Sul. 


KMn0, 61.4 
HEAD, 44.8 
2.9 
— 7.02 per cent Mn 16.6 
4.1 —4.1 

12.5 c.c. 


.5615 Mn factor 


7.018 % Mn 


CHAPTER Rat 
Part VIII 
SILICON IN PIG IRON, STEEL AND MUCK BAR 


Wercu 1.5 grams of pig iron into a No. 2 dish. Add 15 c.c. 
1:3 sulphuric acid * plus 10 c.c. water. Weigh 5 grams of low 
silicon steel or 3 grams of high silicon steel, 1.e., silicon content 
of 0.1 per cent and over, into a No. 5 dish. Add 45 c.c. 1:3 
sulphuric acid and 25 c.c. of water. Warm gently until all 
metal is in solution, adding more water if necessary, should 
sulphate of iron form before effervescence is over. When the 
iron is in solution evaporate the pig iron and higher carbon 
steels directly to thick fumes of ‘sulphuric anhydride without 
removing the covers. 

Low carbon steels and chrome steels of, J per cent chromium 
and over will bump and spurt from under “the covers if attempt 
be made to evaporate them rapidly over the bare flame of the 
Argand burner. In such cases the covers are rinsed off into the 
dishes, and the contents of the latter are evaporated io thick 
fumes on a graphite or sand bath. (See page 448, view 43.) 

For effeeting the solution of the iron and the evaporation of 
fumes with covers on, an apparatus consisting of a stand of 
twelve Argand burners covered with a copper-rimmed asbestos 
board of twelve holes are used. (See Fig. 21, page 310.) 

Having evaporated the samples to fumes, the dishes are cooled 
and filled conveniently full of distilled water. They are put 
on the heating stand; the contents heated and stirred until all 
of the sulphate of iron is in solution. Ashless paper pulp is 
mixed with the solutions, which are then filtered through 11 


* Use rubber stoppers in reagent bottles that are in constant use in routine 
silicon work, as during continued handling the glass stoppers are struck 
against the necks of the bottles and small chips of glass are knocked off into 
the acids, causing high results. 
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em. ashless filters; the silicious residues washed free from iron 
test with 1:10 hydrochloric acid and then free of acid with 
water. Potassium sulphocyanate is used in testing for the 
presence of iron. Wash acid and wash water are applied cold. 

The washed residues are ignited in a muffle furnace until pure 
white.* The residues may retain a reddish tint due to iron, or 
may be colored gray from presence of chromium or copper oxides, 
or yellow owing to the presence of small quantities of tungsten 
or vanadium. In such event after having been weighed they 
should be evaporated to dryness with a few drops of sulphuric 
acid and 10 ¢.c. of ¢.p. hydrofluoric acid. They are then ignited 
and weighed again, and the silicon content is calculated from 
the loss of weight, which multiplied by 46.938 and divided by 
the weight taken, yields the percentage of silicon. 

When chromium is present, to the extent of 1 per cent, the 
silica residue can be freed sufficiently from chromium to make 
a subsequent evaporation with hydrofluoric and sulphuric acids 
unnecessary by boiling the fumed sulphate residue for ten 
minutes with a mixture of 75 c.c. of 1: 1 hydrochloric acid and 
75 c.c. of water. Then filter and wash as before. ft 
The ignited residues are cooled in a desiccator, weighed, 
multiplied by 46.93 and divided by the weight taken. 

The silicious residues obtained by this method, or any other 
of the variations that are in vogue, .are liable to be contami- 
nated with titanium and aluminum, especially in pig iron. 
Hence all silica residues, for strictest accuracy, should be evapo- 
rated with an excess of hydrofluoric acid and two or three drops 
of sulphuric acid, then ignited and weighed again, multiplying 
the loss of weight by the usual factor, and dividing by the weight 
taken to obtain the percentage of silicon. 


Routine MetTuop For PLAIN STEEL, Pia [Ron, ETC. 


It is the practice in probably all large steel works labora- 
tories to burn off the carbonaceous matter from the washed 
siliceous residue in an unweighed crucible. If the ash is pure 


* The author uses an electrically heated muffle ventilated by a slow stream 
of compressed air. 
+ For close work it is always advisable to use the hydrofluoric acid when 


chromium is present. 
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white, instead of weighing the crucible and ash together, the 
ash, only, is brushed out of the crucible onto the glass scale pan 
and weighed. This permits the use of a refractory crucible such 
as porcelain or fused silica. The author prefers to use a zirconia 
composition crucible, which can be referred to as a silicon cup. 


Puoto No, 29, 


The most convenient size is 14 inches outside diameter at the 
the top; 1 inch bottom diameter and 1} inches high. In case 
the ash is not white, it can be transferred to a platinum cruci- 
ble; weighed; and evaporated with H2SOs4 and HF as already 
described. The silicon cup is shown in Bheto No. 29, at 2. 


PxHoto C.. Honper For Smicon Cups 


CHAPTER XII 
Part IX 
_THE ANALYSIS OF CALCIUM ELECTRO-SILICON 


0.9 or 1.0 gram of the floured sample is fused with 20 grams 
of anhydrous sodium carbonate ground with 2 grams of niter 
in a platinum crucible. The analysis is proceeded with as in 
crucible slag (page 132), obtaining residues A and B, which 
contain all of the silicic acid and perhaps a small portion of the 
calcium, iron, etc. This residue is weighed and_ hydrofluoric 
acid is added to it very slowly at first and finally enough of this 
acid to fill the crucible two-thirds full. Before the HF, 10 
drops of conc. sulphuric acid are added. Then evaporation to 
fumes follows and the silicon is finished as in steels. Where 
such large amounts of silica are evaporated it is well to add more 
HF and sulphuric acid and repeat the volatilization to make 
sure that all of the silica has been removed. The stain or 
residue remaining in the crucible after these evaporations is 
fused with a gram of sodium carbonate, dissolved out with 
HCl and added to the combined filtrates from A and B which 
will now contain all of the iron, aluminum manganese, calcium 
and magnesium. A double basic acetate separation of the iron 
as given on pages 244 and 245 is made. The acetate precipitate 
from the second precipitation is ignited, dissolved in HCl, pre- 
cipitated with ammonia, washed, ignited, and weighed as oxides 
of iron and aluminum. ‘These oxides are then dissolved in HCl 
and the solution is divided into two equal parts. One-half is 
reduced with stannous chloride and finished for iron as in iron 
ore. The other half is converted into nitrate and finished for 
phosphorus as in steel. The iron is multiplied by two, calculated 
to ferric oxide and deducted from the total oxides. The phos- 
phorus is also multiplied by two, calculated to P2O5 and deducted 
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from the total oxides. The remainder after these deductions is 
calculated to metallic aluminum. 

The filtrates from the two basic acetate precipitations contain 
all of the calcium which is precipitated with ammonium oxalate 
and finished in the usual way as in limestone. The manganese 
is obtained as in tungsten, page 77. 


ANALYSIS 
Per Cent. Per Cent. 
Silicon? saa eeenee ne 58.48 Calcittma- ase ees 30.86 
lron 3s Sette 7.08 lt Carbon: ase ee eee 0.80 
AC Kl ope 2.41 | Manganeseae eer 0.06 


The carbon is gotten by ignition of 0.5 gram of the sample 
with 4 grams of red lead, or litharge, in the electric furnace. 


——— tt 


CHAPTER XIII 
Part [ 


THE DETERMINATION OF URANIUM IN FERRO-URANIUM, CAR- 
NOTITE ORE AND MIXTURES OF IRON, VANADIUM, URANIUM 
AND ALUMINUM 


Tue determination of uranium in ores and ferro-alloys is 
usually complicated by the presence of vanadium and aluminum. 
The author has encountered so-called ferro-uranium containing 
as much as from 15 to 20 per cent of aluminum in several instances. 
Vanadium was always present from 2 or 3 per cent to as high 
as 28 per cent. 

The scheme of titrating the uranium and vanadium together 
by reducing both elements in sulphuric acid solution with alumi- 
num was tried as recommended by some writers. In this method 
the total amount of the permanganate standard required to 
reoxidize both elements so as to produce a slight permanent 
pink color, is noted. Then the vanadium, alone, is reduced, 
this time to V204 only, by adding an excess of sulphurous acid 
(SOz) and boiling off the excess of the latter. The vanadium 
is then oxidized back until a slight permanent pink is again 
obtained. The number of c.c. of the KMnO,4 required in this 
second titration is multiplied by three and deducted from the 
amount of the permanganate used in the first titration. The 
remainder is multiplied by the uranium value of the perman- 
ganate, thus obtaining the uranium. In the author’s hands the 
results were discordant whether the reduction was accomplished 
by aluminum or zinc. The more vanadium present the worse 
disagreements, and the less vanadium, the more nearly the true 
uranium was obtained. With uranium, alone, the reduction 
with permanganate is entirely satisfactory. 

During these experiments the writer tried hydrogen sulphide 
as a reducing medium and found that He2S reduces both vana- 

353 


354 DETERMINATION OF URANIUM IN FERRO-URANIUM 


dium and iron but does not reduce the uranium. ‘This afforded a 
way of determining the vanadium in the presence of the uranium 
but has no advantage over the method of the writer, to be 
described. The H2S reduction makes it possible to determine 
both iron and vanadium in the presence of uranium, in fact to 
determine all three elements. The uranium and iron together 
with the vanadium carried by them can be precipitated by a 
slight excess of ammonia; washed with ammonium nitrate 
water; ignited at a low red heat; moistened with cone. nitric 
acid; ignited again at a low red; cooled and weighed as Fe2Os, 
U30g and some V20s (all of the V2Os, if sufficient of the Fe and U 
be present). The weighed oxides are dissolved in HCl; evapo- 
rated with 40 ¢.c. of 1:3 H2SO4 to thick fumes; dissolved in 
150 c.c. of water and the vanadium and iron in the mixture 
determined as given on page 38, reducing with HoS. The Fe 
and V so found are calculated to the proper oxides and deducted 
from the weight of the total oxides above mentioned and the 
uranium oxide is thus obtained by difference. Similarly, U 
and Fe alone can be analyzed, getting the iron by the HeS 
reduction and the uranium by difference. Also should aluminum 
be present, the total oxides, after being weighed, can be dissolved, 
the solution be divided into two equal parts and one part analyzed 
as above for the Fe203 and V20s5, and the other part analyzed 
for aluminum oxide as given in the methdd' about to be described. 
Deduct twice the AlsO3+Fe203+V20;5 found from the weight 
of the total AlzO3+U30g+V205+Fe2Os, obtaining the U30s 
by difference. 

The author devised, and tested the following method for the 
determination of uranium in carnotite, ferro-uranium, and steel: 
For carnotite ores containing, as they usually do, from 1 to 4 
per cent of UsOg weigh 2 grams and 3 grams for a check. For 
ferro-uranium do not take over 1 gram, and a half gram for a 
check. Dissolve or extract the samples, first with 100 c.c. of cone. 
nitric acid for an hour. Evaporate to dryness in the casserole, 
using a porcelain casserole of 4) inches diameter. Take up in 
100 ¢.c. of conc. HCl, evaporate to 20 ¢.c., dilute with 50 e.c. of 
water and filter out the insoluble residue consisting mainly of silica. 
Wash with dilute HCl about fifty times. Dilute to 300 ¢.¢.; nearly 
neutralize. with ammonia; and pass HeS in hot solution to re- 
move any Mo, Pb, Sn, Cu, As, Bi, or Sb that may be present. 
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Filter; wash with H2S water, thoroughly, and evaporate the filtrate 
and washings to 20 ¢.c.; add an excess of chlorate of potassium, 
about 1 gram to destroy the H2S, also 50 c.c. of HCl, conc., 
and heat, covered, until all spraying is over and evaporate to 
20 c.c. Transfer to an 800 c.c. beaker; add sodium peroxide 
from a porcelain spoon to the 300 ¢,c. solution in the beaker, 
until a slight excess is obtained. (It should be said that the 
above mentioned insoluble residue is evaporated with an excess 
of HF and 10 drops of cone. H28O4 and the remaining residue 
is fused with sodium carbonate; the fusion is dissolved out 
with HCl and added to the main solution in the beaker before 
commencing the addition of the sodium peroxide.) When an 
excess of peroxide has been added to the solution in the 800 c.e. 
beaker, then 5 grams of ammonium carbonate are added to the 
alkaline solution; and 5 grams of sodium carbonate are put in, 
and last of all, 5 grams excess of sodium peroxide are added. 
The solution is now just brought to incipient boiling, and imme- 
diately removed from the flame; cooled; paper pulp is added 
and the solution is filtered from the iron through 15 cm. double 
filters into 800 ¢.c. beakers. The iron on the filter is washed 
w.th a mixture consisting of 5 grams each of sodium and ammo- 
nium carbonates, dissolved in 500 cc. of water. The filtrate 
and washings, which should have a volume of not less than 
400 ¢.c., are now neutralized with 1:1 HCl, added until the 
solution no longer immediately turns a narrow strip of turmeric 
paper, to the faintest brown. If there be alumina present to 
the extent of even a half per cent, it will have clouded the solution 
long before the turmeric ceases to be affected by the solution. 
Let the latter stand for at least an hour and then the aluminum 
can be filtered out, and washed with ammonium nitrate as given 
previously (5 grams of the salt to 500 c.c. of water). 

If the titration with acid is carefully done the filtrate and 
washings will not contain aluminum even though there be in the 
solution the equivalent of 0.100 gram of Al. The filtrate and 
washings from the aluminum will contain all of the U and much 
of the V, if the iron present does not exceed more than the equiv- 
alent of 0.100 gram of iron. The iron can be dissolved off the 
filter, peroxidized a second time as before and the alkaline filtrate 
and washings obtained, keeping them separate from the filtrate 
and washings obtained from the first peroxidation. These two 
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filtrates and washings are then made entirely acid after the 
removal of the aluminum, and boiled for one hour, or until 
all COs is removed from the solution, which will be accom- 
plished when there are no longer any more lines, or fine 
threads of bubbles coming up through the solution. Then the 
uranium together with considerable vanadium is precipitated out 
with a slight excess of ammonia. The solution is boiled gently 
for a half hour. If much vanadium is present, the precipitate will 
be more of a green than a yellow; but if much uranium and 
little vanadium be present, then the precipitate will take on a 
bright yellow color, especially after heating for a time. The pre- 
cipitate which consists mainly of uranium vanadate is filtered off 
and washed with the ammonium nitrate wash (5 grams to 500 c.c. 
of water). After a few washings, the precipitate is dissolved off 
the filter to get rid of any occluded salts, reprecipitated, and 
washed as before. The precipitate is now ignited in a platinum 
crucible, or a porcelain one if the platinum one is not available, 
and ignited at a low red heat, after the paper has been smoked 
off. The ash is moistened with a few drops of cone. nitric acid, 
and again heated to a low red heat; cooled; and weighed as U30g 
plus V20O5. The weighed oxides are dissolved * in cone. H2SO4; 
transferred to small casseroles and evaporated low with 50 e.c. of 
HCl. This solution is then evaporated te-thick fumes, with 40 
c.c. of 1 : 3 H2SO4; cooled; diluted with water; filtered from the 
small amount of silica usually present which is washed with 
dilute sulphuric acid; ignited and weighed; and deducted from 
the U30g plus V205. The filtrate and washings from this silica 
contain the vanadium that was precipitated with the uranium. 
Owing to the evaporation with the large excess of HCl, the 
vanadium is now reduced to V2O4. It can be titrated to a per- 
menent pink with the standard permanganate solution, and the 
vanadium so fourid is calculated to V2O5 and subtracted from 
the silica-free weight of the above oxides, thus giving the uranium 
by difference. Also the filtrate and washings from the small 
amount of silica can be heated to boiling and permanganate 
solution added cautiously so as to maintain a pink solution 
but not in such excess as to produce a heavy precipitate of 

* Do not use HCl at this point, as chlorine would be generated and the 


platinum badly attacked. Use 10 ¢.c. cone. H.SO, and heat for an hour, 
or until dissolved. 
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manganese oxide as that would make a filtration necessary.* 
The boiling is continued for twenty minutes. If the solution 
still remains pink with perhaps a very slight precipitate of the 
manganese oxide, then it is certain that all organic matter that 
may have crept in during the analysis is rendered harmless as 
far as affecting the permanganate standard during the subse- 
quent titration is concerned. The ferrous ammonium sulphate 
standard is now added to the hot solution until the pink color 
is just removed and any slight cloud of precipitated manganese 
oxide is also dissolved, leaving the solution perfectly clear. The 
solutions of the tests are now cooled, ‘and an excess of the per- 
manganate standard is added to all of them. Then one of them 
is titrated drop by drop with the sulphate standard until three 
drops at room temperature give but a faint pink that remains 
practically unchanged for one minute. This is the starting 
point of the titration with the ferrous ammonium sulphate 
standard. The volume should now be not over 200 c.c.. Add 
23 c.c. of the ferricyanide indicator (5 grams of the salt dissolved 
in 130 c.c. of water) and then the ferrous ammonium sulphate 
standard with vigorous stirring until three drops change the 
dark green color that forms to a distinct blue, ie., to the first 
real blue. The number of ¢.c. of the sulphate standard required 
to produce this blue, after the addition of the indicator, mul- 
tiplied by the vanadium value of the sulphate gives the vanadium 
that was carried out with the uranium. It is calculated to V20s 
and the uranium is thus obtained by difference. The U30g 
so found can be ealculated to metallic U by the factor 0.8482. . 
To standardize the permanganate and sulphate standards for 
vanadium, it is convenient to weigh 0.08 and 0.04 gram of 
vanadium pentoxide of known purity into small casseroles; 
dissolve in 60 ¢.c. of conc. HCl; evaporate low; fume with 40 c.c. 
of 1:3 HeSO4 and carry through all of the operations leading 
up to the titration with KMnO, and the final titration with 
*Of course there is no objection to boiling with an excess of the manga- 
nese oxide except the extra operation involved. Indeed the author has had 
cases where, owing to carbonaceous matter having gotten into the work, 
probably by extraction from filter papers, or mechanically, it was deemed 
advisable to boil with an excess of permanganate sufficient to produce a 
precipitate that remained even after a half hour of boiling. This brown oxide — 
is filtered out through a porous thimble and the vanadium titrated exactly 
as described on page 22. 
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the sulphate. This will give the blank to deduct from each 
method of titration of the vanadium. 

For checking methods and manipulations the writer used 
c.p. uranium nitrate and uranium acetate UO2(NO3)2+6H20 
and UO2(C2H302)2+2H20, respectively. 

A mixture that approximates to the general run of carnotite 
ores of the Colorado mines is.0.100 gram of uranium nitrate, 
0.100 gram of the Sibley iron ore standard; 0.050 gram of 
aluminum, and 0.040 gram of V2O5. (The latter can be obtained 
of 99.5 per cent V205.) As a further check, the author often 
runs a mixture of double the above amounts of uranium salt, 
the oxide of vanadium, and iron ore. These mixtures are put 
through all of the operations described. 

Calculations.—For the benefit of those who wish to try the 
reduction with aluminum to check the purity of uranium nitrate, 
or who may wish to assay uranium obtained from a source that 
is free of vanadium, the method in general is to convert to sul- 
phates, and heat in cone flasks in the presence of an excess of 
from 20 to 30 c.c. of conc. H2SO.4 diluted to 100 c.c. with water. 
A coil of 18 gauge aluminum wire of 3°; inch diameter and about 
7 inches long * is placed in the solution, and the latter is heated 
to nearly boiling for two hours with a stream of purified CO2 
passing through a perforated watch glAsS into the cone flask 
to prevent the entrance of air. The CO is generated by the 
action of HCl (1: 1) on marble and passes through a wash bottle 
containing an inch of water and then through another bottle 
‘containing a similar depth of a saturated solution of sodium 
carbonate. After the two hours’ reduction, the solution is cooled 
with COz passing, and when cold the aluminum coil is removed 
and the solution is titrated with N/40 KMnOg to a slight per- 
manent pink. A blank is also run at the same time and deducted. 
A solution of N/40 should equal 0.00298 gram U per ¢.c. The 
equation is 


2KMn04+5U02(SO3)2+2H20 = 
2KHSO4+ 2MnS804+5U03(SO3) + He8Oz. 


The permanganate is standardized with sodium oxalate 


(see page 20). 
*See Photo No. 30. 


URANIUM IN FERRO-U ORES, AND STEEL 


3 


kK 


0 


Puoro No. 30. 


360 DETERMINATION OF URANIUM IN FERRO-URANIUM 


By the above equation we see that 2 gram molecules of KMnO4 
equal 5 gram atoms of U. On page 463 it is explained that 
+ of the gram molecule of permanganate constitutes its normal 
solution when dissolved in a liter volume. Hence, 2KMnO4=5U, 


‘or KMn0u="5, so that + of the gram molecular weight or 


normal KMnO,4 would equal 3 the gram molecular weight of 
uranium or 119.25 grams of U. Therefore 1 c.c. of the N/40 
bag or 0.00298 gram of U. Having found 
by titration the value of the permanganate standard per c.c. in 
sodium oxalate as given on page 20, the following give the values 
of the N/40 permanganate in U, V, and Fe. 

The value of N/40 KMnOsg per c.c. in gram of sodium oxalate 


multiplied by ae equals its value in gram of U per cc. 


KMn0O,j is equal to 


102.0 


by 34 


equals its value in gram of V per c.c. 


Lite 
134 


by equals its value in gram of Fe per c.c. 

The percentage of uranium in uraniunnitrate is 47.45. 

The percentage of uranium in uranium acetate is 56.17. 

The percentage of uranium in uranoso-uranic oxide (U3Q0s) is 
84.825. 

The percentage of vanadium in vanadium pentoxide is 56.04. 

From a standardization as above, the author, for example, 
found that 1 ¢.c. of N/40 KMnO4 equals 0.00167 gram of sodium 

oxalate. 

1 c.c. of N/40 KMnOy, equals 0.00297 gram of uranium. 

1 c.c. of N/40 KMnOx, equals 0.001276 gram of vanadium. 

The following are the calculations for an actual analysis of a 
mixture: 0.100 gram of uranium nitrate crystals, 0.100 gram of 
the Sibley iron ore standard, 0.05 gram of metallic aluminum, 
and 0.040 gram of V2O0s5 of 99.5 per cent purity were put through 
all of the operations in the method as described and the following 
analytical data were obtained: 

(1) 58.8 ¢.c. of sulphate were required to remove all pink 
and brown tints from 60 c.c. of the KMnO, standard (N/40) 
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placed in a beaker with 40 c.c. of 1 : 3 sulphuric acid and 200 e.e. 
of distilled water. As 1 c.c. of the N/40 KMnO,4 was found 
equal to 0.001276 gram of V then 1 c.c. of the ferrous ammonium 
sulphate standard is equal to 0.001276 X60 divided by 58.8 or 
0.0013 gram of V. 

(2) The UsOs+V20s5 obtained, in the course of the analysis, 
from the above mixture weighed 0.076 gram after deducting 
0.0014 gram of silica found in it on dissolving in HCl. 

(3) Beginning at the point where the UsOsg plus V205 were 
dissolved in HCl; evaporated with 40 ¢.c. of 1 : 3 HeSO« to thick 
fumes, etc., 0.020 and 0.040 gram of the V20s, alone, were put 
through “all of the subsequent operations and the vanadium 
therein was titrated with the sulphate standard as already 
described. The 0.020 gram required 10.1 c.c. of the sulphate to 
produce the blue end-point, and the 0.040 consumed 18.8 c.c. 
(Blank and all.) The 0.020 gram of V20s5 contains 0.020 «0.995 
« 0.5604=0.01116 gram V. Now we saw by (1) that the sul- 
phate standard has a value of 1 c.c. equals 0.0013 gram of V, 
hence the sulphate required to unite with the vanadium present 
will equal 0.001115 divided by 0.0013 or 8.6 c.c. This gives 
10.1 c.c. minus 8.6 c.c. or a blank of 1.5 c.c. to be deducted 
from all tests. 

(4) The V20s in (2) was determined in like manner and found 
to require 9.5 c.c. of the sulphate. We have just seen that the 
calculated blank is 1.5 c.c., therefore the actual V in (2) re- 
quired 9.5 minus 1.5, or 8 c.c. Then the V20s in (2) is equal to 
0.0013 X 8 + 0.5604 or 0.0185 gram. Hence the U3Qsg in (2) equals 
0.076—0.0185 or 0.0575, which is equivalent to 0.0487 gram of 
uranium. The uranium contained in the uranium nitrate taken 
equals 0.1000.4745 or 0.04745 gram of uranium. This gives 
an excess of 0.0012 gram of U found, which was in all probability 
due to the presence of a little Al that was not removed by the 
neutralization with the 1: 1 HCl. The author would recommend 
that the operator exercise great care in the neutralization. The 
acid should be added until, as already stated, a narrow strip 
of turmeric paper dipped into solution does not show any more 
change than a similar strip dipped in water. It is also advisable, 
for close work, to allow the neutralized solution to stand for 
twelve hours before filtering out the aluminum hydroxide. 

It must be remembered that when a very large quantity of iron, 
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for instance 0.400 gram of iron, is to be separated from much ura- 
nium, say about 0.200 gram of U and 0.100 gram of Al, then at 
least three peroxidations will be required, made as described under 
carnotite, to remove all of the U and Al away from the iron. 
Then when the Al is separated from the U by the acid precipi- 
tation, the Al is almost certain to carry out with it 2 or 3 mgs. 
of Us0s. This latter can be removed by redissolving the Al in 
the hot 1: 1 HCI; the solution of the Al is treated with an excess 
of sodium peroxide, i.e., the peroxide is added to it in a liter 
boiling flask to strong alkaline reaction; then add 5 grams each 
of sodium carbonate, and ammonium carbonate, and 5 grams 
sodium peroxide. Bring just to the boil; cool and precipitate, as 
already described, to the turmeric neutral point with 1: 1 HCl; 
let stand for twelve hours and filter out the Al which will now be 
free of U. The filtrate from the Al is made acid; boiled until 
free of CO2; and the small amount of U is precipitated with 
ammonia in slight excess, boiling gently for thirty minutes. 
The U is filtered out; and added to the main portion of the 
U before it is precipitated with ammonia the first time. 

Most ferro-uranium and ferro-wranium-vanadium-aluminum 
alloys will dissolve in a mixture of HCl and HNOs, but the author 
analyzed one such alloy that contained 15 per cent of silicon 
that could be decomposed only by fusing tt twice with sodium 
peroxide. The following results attest the accuracy of the 
method: 


Uranium Uranium Uranium Uranium 
Added. Found. Added. Found. 
Gram. Gram. Gram. Gram. 
0.047 0.048 0.071 0.0729 
0.047 0.047 0.047 0.0468 
0.094 0.0948 0.094 0.0950 


DETERMINATION OF URANIUM IN STEEL * 


The feature of the following method is to remove the bulk 
of the iron from the uranium, zirconium, and aluminum 
by fractional precipitation by ammonia. The analysis can 


* Reprinted from the author’s paper in Chem. and Met. Eng., May 15, 
1919. 
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then be proceeded with in a simple and accurate way. The 
separation of the bulk of the iron is based on the fact that 
when ammonia is added to iron in the ferrous state the 
unoxidized iron is first converted to double sulphate of ferrous 
iron and ammonium and remains in solution. By adding the 
ammonia very s'owly with constant stirring a point in the 
neutralization is reached where a slight reddish precipitate 
forms. On the addition of a few drops more of ammonia this 
reddish precipitate darkens. At this stage all the aluminum, 
zirconium, uranium, etc., is precipitated, while 99 per cent 
of the total iron remains in solution as double sulphate 
and is removed by filtration. By actual test with 10 grams of 
plain steel to which uranium salt was added, over 99 per cent of 
the iron remained in solution. 

Uranium in Plain Steel.—Dissolve on a low flame 5 grams 
of drillings in 50 e.c. 1: 3 sulphuric acid diluted with 50 c.c. of 
water, using a 600 ¢c.c. beaker. For steel containing less than 
0.1 per cent uranium use 10 grams of sample. When action is 
over, filter off the insoluble residue, which is mainly carbide, 
and wash it twenty-five times with dilute sulphuric wash (25 c.c. 
of 1: 3 HeSO,4 diluted with water to 600 c.c.). Call this filtrate 
and washings A. The insoluble residue may contain U, so it 
must be ashed in a platinum crucible at a low heat; cooled; 
6 c.c. of HF plus 6 c.c. of 1 : 3 sulphuric acid added; evaporated 
to thick fumes of SOs; cooled; a little water added; heated to 
dissolve the sulphates and the clear solution is added to A. 
Then dilute to 250 c.c. volume with water and add 1 : 1 ammonia 
with constant stirring until a slight precipitate forms. Then 
continue to add ammonia drop by drop until the precipitate 
just begins to take on a blackish tint. At this stage all the 
uranium has been precipitated with only a small portion of the 
iron. . 

To assure a complete precipitation of the uranium add 
about 10 more drops, but do not exceed 10 drops, as excess 
ammonia only brings down a greater bulk of the iron. Filter 
off the precipitate at once on a double 15 c.c. filter paper and 
redissolve it in 50 c.c. 1: 1 HCl. First warm up the acid in the 
beaker to dissolve any iron that sticks to the sides; then pour _ 
the hot acid on the precipitate, catching the filtrate in a 600 c.c. 
beaker. Pour hot filtrate on the filter two or three times until 
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all the iron is in solution. Wash the filter paper about twenty- 
five times with dilute HCl wash (1:40). Now peroxidize the 
filtrate and washings by adding slowly, with a porcelain spoon, 
about 1 gram of sodium peroxide at a time. After each addition 
wash off the sides of the beaker with water and stir the solution 
well. Keep on peroxidizing until all the iron is precipitated 
and the solution is alkaline when tested with red litmus paper. 

Now add about 5 grams of sodium carbonate and 5 grams of 
ammonium carbonate to keep the uranium in solution. Stir 
well and bring it just to a boil. Filter off the iron and wash 
it about twenty-five times with sodium and ammonium car- 
bonate wash (2 grams of NagCO3 and 2 grams of (NH4)2CO3 
dissolved in 600 c.c. of water). To the filtrate which contains 
all the uranium add 1 : 1 HCl with stirring, till solution no longer 
turns turmeric paper even a faint brown, but still reacts alkaline 
when tested with red litmus paper. Keep the beaker covered 
when adding the acid, as the effervescence is very strong, espe- 
cially toward the end of the neutralization. Boil off the COz2 
and then add slowly with stirring (keeping the beaker covered) 
1: 1 HCl till the solution is slightly acid. No more effervescence 
at this stage, but the acid falls down to the bottom of the beaker 
without action. 

Boil the acid solution for half an hour to remove COs and 
after it has been cooled add 5 grams of ammonium phosphate, 
(NH4)2HPOs,; stir till dissolved; then add 1:1 ammonia till 
it smells ammoniacal and add 1:1 acetic acid till the solution 
is acid; now add 5 c.c. acetic acid in excess. The acetic acid 
keeps the chromium and vanadium in solution. Chromium 
does not interfere with the uranium titration, but vanadium 
interferes greatly. 

After a few hours, filter off the uranium and wash it about 
forty times with acetic wash (5 c.c. of ammonium phosphate, 
10 c.c. 1 : 3 H2SO4 diluted with 100 c.c. of water, stir till dissolved, 
make it slightly ammoniacal and then acid with acetic acid 
5 ¢.c. in excess. Dilute with water to 600 c.c.). Redissolve the 
uranium in 50 ¢.c. hot 1: 3 HeSO4 by pouring the hot acid back 
and forth two or three times on the precipitate, catching the 
filtrate in a 400 c.c. beaker. 

Wash the filter paper about thirty times with dilute H.SO4 
water. In high vanadium steel it is better to test for vanadium 
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by adding 5 c¢.c. of H2O2 to the solution and noticing whether 
it changes to brown; if it does, repeat the ammonium phos- 


phate precipitation to remove the vanadium. If the solution 
does not change in color, bring it to a boil; then add several 
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Fig. 31, 


drops of KMnOz until a pink color is formed that will not fade 
after fifteen minutes’ boiling. Cool the oxidized solution to room 
temperature. Now reduce the uranium by passing it slowly 
through a zinc reductor, Fig. 31, and immediately titrate the 
reduced solution with a standard KMnO, solution to the first 
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appearance of pink that spreads all through the solution. If there 
is any vanadium in the solution at this stage the pink will 
disappear in about five seconds instead of holding one minute. 
Any more permanganate added that disappears after five seconds’ 
standing is due to vanadium that has been carried over as 
phosphate. 

Jones Reductor.—The column of zinc in the reductor, Fig. 31, 
rests on a 32-inch plug of glass wool. The zine column is 5$ 
inches long by ? inch in diameter consisting of 30-mesh grains of 
amalgamated zinc. The amalgamation is accomplished by 
stirring the 30-mesh zine under a covering of mercuric chloride 
solution made by dissolving 50 grams of HgCle in 1000 c.c. 
of water. The zine after amalgamation is washed with distilled 
water by decantation in a beaker until free of excess mercuric 
chloride, when it is ready for use. 

A trap jar is placed between the filtering flask and the suction 
to prevent back pressure which would carry water over from - 
the suction pump into the flask which holds the filtered, reduced 
solution of uranium. The volume of the uranium solution to be 
reduced is about 50 ¢.c. This is passed through reductor slowly, 
ie., at the rate of 50 ¢.c. per ten minutes. 

After passing the solution through the reductor, wash the 
zine with dilute H2SO4 (1:6) three times, 10 c¢.c. each time, 
and then three times more with 10 ¢.c. of water each time; drawing 
off each washing completely before adding next washing. The 
volume before titrating is about 100 to 110 c.e. 

For convenient calculation 2.29 grams KMnQy, are dissolved 
in distilled water and diluted to 4 liters 


1 c.c. KMnO, standard =0.002169 gram U. 
1 c.c. KMnO,4 standard =0.001014 gram Fe. 


The standard KMnQOy, can be checked for its uranium and iron 
value by titrating it against sodium oxalate. 


URANIUM IN CHROME-TUNGSTEN STEEL 


Dissolve 5 grams of steel in 50 c.c. of 1:3 HeSOxq diluted 
with 50 c.c. of water; after action is over, filter off the insoluble 
residue and dilute the filtrate to about 250 c.c. volume with 
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water. Now add 1:1 ammonium with constant. stirring until 
the precipitate at first takes a reddish tint, next changing to a 
blackish and finally to a bluish-whitish. At this stage add about 
2 c.c. of ammonia with stirring to complete the precipitation of 
all the uranium in the filtrate with only a small portion of the 
iron. Filter it off at once and finish as in plain uranium steel. 

The insoluble tungsten and chromium carbide residue on 
the filter was found to contain some of the uranium. Wash it 
off the filter paper with dilute sulphuric acid into the original 
beaker, heat it, and then oxidize it with 30 e.c. of 1.20 nitric acid. 
Keep on heating on a low flame until the residue is bright yellow. 
Filter off the tungsten, wash it about twenty-five times with 
dilute H2SO4 wash; and peroxidize the filtrate with sodium 
peroxide to separate the uranium from the iron. Catch the 
uranium filtrate from the main peroxidation and that from peroxi- 
dation of the insoluble residue in the same 800 c.c. beaker and 
finish as in plain steel. 

A variety of mixtures were tested by adding different portions 
of uranium acetate (56.13 per cent U). The results are given 
below: 


TABLE SHOWING URANIUM ADDED AND FOUND 
TO 10-GRAM SAMPLE OF PLAIN STEEL 


Added, Found, 
Gram Uranium. Gram Uranium. 
0.0112 0.0119 
0.0143 0.0143 
0.0168 0.0169 
s 0.0280 0.0286 
0.0561 0.0573 
0.0056 0.0055 
0.0084 0.0085 


Ten grams of plain carbon steel—no uranium added. 
KMnO, 1.2 c.c.-reading of burette after titration. 
KMn0O, 0.0 c.c. reading of burette before titration. 


KMnO, 1.2 c.c.=blank which is deducted. 


Urantum, chromium and iron mixture; chromium added as K.Cr,0; to 
10-gram sample of plain steel before dissolving same in H.SO,. 
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TABLE SHOWING URANIUM ADDED AND FOUND 
TO 10-GRAM SAMPLE OF STEEL 


Added, Found, 
Gram. Gram. 
0.0056 0.0057 
0.0084 0.0085 
0.0280 0.0286 
0.0561 0.0558 


TABLE SHOWING URANIUM ADDED AND FOUND TO 5-GRAM 
SAMPLE OF TUNGSTEN, CHROME, VANADIUM STEEL 


Added, Found, 
Gram. Gram. 
0.0112 0.0113 
0.0280 0.0278 
0.0561 0.0575 


Five grams—no uranium added. 
1.8 ¢.c. reading of burette after titration. 
0.0 c.c. reading of burette before titration. 


1.8 c.c.=blank which is deducted. 


About 80 per cent of the iron is rethoved by ammonia pre- 
cipitation in the filtrate when large amounts of carbides of 
tungsten, chrome, and vanadium are present, as was found by 
actual test. The bulk of the 20 per cent of iron that remains 
to be separated by peroxidation is found in the carbide residues 
of these steels. 


CHAPTER XIII 
Part II 


THE DETERMINATION OF VANADIUM IN SANDSTONES CONTAIN- 
ING CARNOTITE, ROSCOELITE, AND CALCIUM VANADATE, 
ETC. 


(A) Ir the sandstone contains about 3 per cent V then take 
3 grams of the finely powdered ore, and 4 grams for a check 
analysis. Treat the ore in a porcelain-handled casserole, and 
extract it with 100 c.c. of conc. HNO3 for a half hour, just 
below boiling, with frequent stirring. Then remove the cover 
and evaporate to dryness. In the same manner extract this 
residue with 50 ¢.c. of conc. HCl, heating with the cover on 
until all red fumes are gone. Now remove the cover, and evapo- 
rate low. Add 50 c.c. of 1:1 sulphuric acid and evaporate to 
heavy white fumes to remove the HCl. Cool. Add 50 c.c. of 
water; stir, heat, cool; filter off the insoluble residue and wash it 
with dilute sulphuric acid water. Dilute the filtrate and wash- 
ings to 200 c.c., boil with permanganate and finish the deter- 
mination as given on page 14. 

(B) If the chemist wishes to reassure himself that even the 
last traces of vanadium have been extracted from the ore, he can 
burn off the insoluble residue obtained above in an iron crucible 
and fuse with 10 grams of peroxide of sodium. The fusion is 
kept just molten for two minutes. The melt is then dissolved 
out in the manner described on page 184 under Chromium in 
Chrome Ore. The sulphuric acid solution is filtered from any 
iron scales and the filtrate and washings are then analyzed for 
vanadium as above, and any vanadium found is added to that 
gotten in the main solution. 

It is well for the operator to put a known amount of vanadium 
through all of the operations described in (A) to get the vana- 
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dium value of the standards for this method. Ferro-vanadium 
of known vanadium content is decidedly the best for the manip- 
ulation under (A). For (B) vanadic acid (V205) of known 
purity is much the best source of V. 

Almost any ore of vanadium can be accurately assayed for 
vanadium by the combination of (A) and (B). The sulphide 
ore of vanadium (Patronite) should first have the sulphur roasted 
out of it at a low heat, when it can be analyzed according to 
(A) and (B) or the ash can be fused according to (B) alone. 


ANALYSIS OF PITCHBLENDE FROM JOACHIMTHAL, AUSTRIA 


Uranium.—0.50 gram of the finely powdered mineral was 
dissolved in 30 c.c. of 1.20 nitric acid, heating until nothing but 
a white residue remained; took dry; acidulated with 100 c.c. of 
1.20 hydrochloric acid, heating until all but silica was dissolved. 
Filtered; washed; took filtrate and washings again dry; took 
up as before; filtered; washed; ignited; weighed and finished 
for silica. The two filtrates and washings from the silica were 
combined and precipitated with ammonia for iron and alumina; 
the iron and alumina were filtered out; redissolved; washed; 
and the filtrate and washings were finished as in clay (see pages 
408-409) for iron and alumina. The filtrates and washings from 
the two precipitations of the iron and alumina were blue, due to 
the presence of copper. The lime and magnesia in these filtrates 
were obtained therefrom as given on pages 409-410. 

The ammonia precipitate of the iron and alumina contains 
all of the uranium also. This precipitate was analyzed for iron, 
alumina, uranium, and vanadium by the methods described on 
pages 353 to 362. 

The copper was found on a separate portion after dissolving 
the ore as described and passing H2S through the very slightly 
acid solution until it is thoroughly saturated in hot solution. 
The copper sulphide was dissolved by warming it in 1.20 nitric 
acid until all black substance was dissolved. The solution was 
then evaporated to thick fumes and the lead was filtered out 
as sulphide; washed and finished as described for lead in tungsten 
ores (see page 105). The copper in the filtrate from the lead - 
was finished by cyanide titration as given on pages 205 to 207. 
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Tue ANALYSIS OF PITCHBLENDE 


ANALYSIS FOUND 


Per Cent. Per Cent. 
Uranium oxide (U3Qs3)... 30.87 Phosphoric acid....... 0.06 
SUTRAS BLOT SANS Se eee es 16.14 Ferrous oxide......... 10.25 
iNet eens cee ts 11.20 Mendvoxid eer emer. oe 0.74 
IMS PRESTR sis ats sae a3 & is vie 6.12 uUlpHUrs cesses 2.27 
Wopper Oxides. .-eie<c D.02 IFAM. 38'sg ba nc.oina on 9.138 
PAINS Weel, 28 wats aes. e wn0 


The sulphur was found by fusion with peroxide of sodium and 
sodium carbonate as in coke (see page 476). 


CHAPTER XIV 
Part [ 


QUALITATIVE AND QUANTITATIVE TESTS FOR COBALT AND 
NICKEL IN STEEL AND METALLIC COBALT 


DissoLtve 0.500 gram of drillings in a mixture of 30 c.c. 1.20 
HCl and 30 c.c. of cone. nitric acid. Heat until the insoluble 
residue is bright yellow if tungsten is present. Filter on a 
double 11 cm. filter; wash free of iron with 1:10 HCl. Make 
one basic acetate separation as in the gravimetric method; filter, 
wash a few times with acetate wash. Evaporate the filtrate and 
washings, if necessary, to 200 c.c. Now warm the solution with 
a drop or two of ammonia to see if any small amount of iron 
separates out. Filter again, as iron interferes with cobalt test, 
and wash a few times with ammonia wash; add an excess of 
dimethylglyoxime to the ammoniacal filtrate. If only a brown 
coloration results that does not turn to a scarlet precipitate, then 
cobalt is present. If a scarlet precipitate forms at once or in 
a few minutes then nickel is present (see Brunck’s method for 
nickel). 

If on filtering off this scarlet precipitate, after one hour’s 
wait the filtrate is brown in color, then cobalt is also present. 
0.25 per cent of cobalt in 0.500 gram of steel gives a very distinct 
brown color. The author would suggest this for a color method 
for small amounts of cobalt. If only a slight brown coloration 
forms on adding the ‘‘dimethyl” then several hours should elapse 
before making a decision, as a small amount of nickel, at first, 
gives only a brown coloration which eventually changes to a 
small scarlet precipitate. 

If a per cent or two of cobalt is present then the acetate filtrates 
will show a pink coloration which is in itself a sure proof of the 
presence of cobalt; i.e., before any “dimethyl” is added. This 
pink color looks exactly like a weak solution of KMnO4. 
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QUALITATIVE Trest FOR CoBALT IN STEEL IN THE PRESENCE 
oF Nick&EL, IRon, CHROME, ETC. 


Dissolve 1 gram in nitric acid or in the before mentioned 
mixture of nitric and hydrochloric acid; boil down to 20 Geen; 
add an excess of ammonia. Redissolve in glacial acetic acid; 
add a large excess of potassium nitrite and in a little time a 
yellow precipitate of potassium cobaltic-cyanide will separate out, 
and look very much like the yellow precipitate obtained with 
molybdate solution, in phosphorus analysis. 

To prevent frothing add some alcohol immediately after 
putting in the potassium nitrite. 

Gravimetric Method for Cobalt.—In steels either in presence 
or absence of tungsten, molybdenum, vanadium, and chromium. 

Weigh 1 gram and 500 mgs. of sample and transfer to No. 5 
porcelain dishes. Dissolve each in a mixture of 30 c.c. cone. 
HCl and 30 c.c. conc. HNO3. When frothing is over, place 
over moderate flames on graphite baths and heat for about 
one hour, or until residue in dish is of a clean bright yellow 
color. Rinse off cover glasses and sides of dishes with water, 
then add 100 c.c. conc. HNO3 and take to dryness, lowering 
flames to avoid loss from spurting when contents of dishes 
are nearly dry. (This is conveniently accomplished  over- 
night.) 

Bake over a bare flame or much better in an electric muffle 
furnace (see page 119) until nitric fumes are driven off. When 
sufficiently cool to prevent cracking the dishes, add 40 ¢.c. conc. 
HCl, and with cover glass on, digest for thirty minutes, or until 
all soluble constituents are in solution; boil to volumes of about 
25 c.c.; dilute with water to about 100 c.c.; and evaporate to 
about 75 c.c. 

Rinse off cover glasses into dishes, add pulp, filter on double 
11 cm. filters into 600 c¢.c. beakers. Wash precipitate, until 
free of iron, with a 1:10 HCl wash. Set aside filtrate which 
contains the bulk of the cobalt. 

Treatment of the Precipitate-——Burn off in clean platinum 
crucibles to yellow powder, using nickel wire to break up hard 
particles. Weigh when cool, add 2 or 3 drops H2SO4 and 10 c.c. 
hydrofluoric acid and drive off the SiF'4 in a moderately warm 
muffle. When dry remove any outside dirt from crucible with 
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damp cheese-cloth, drive off SO3 fumes with aid of a Bunsen 
or Chaddock burner flame, heating finally to redness; cool, 
weigh. Loss in weight represents SiOz, which, multiplied by 
49.63, gives silicon. Calculate to percentage. 

To contents of each crucible add 8 grams NagCOx3. Fuse with 
lids on for fifteen or twenty minutes. Let cool slightly and 
extract the melts with hot water in platinum dishes. When salts 
are in solution, which should not require more than ten minutes 
heating, remove the crucibles and rinse them thoroughly with 
water into dishes so that they contain no carbonate. Filter on 
double No. 9 em. filters. Discard this filtrate. Wash precipitate 
with water until free of alkali to phenolphthalein. Burn off 
in same crucibles in which fusions were made. Weigh when 
cool. 

Differences in weight between the final silicon-free weight and 
this one represents WOs, which, when multiplied by 0.7931, gives 
tungsten. To the final residue in the crucible is added 10 c.e. 
conc. HCl and the crucible is heated gently until contents are 
dissolved. 

Transfer dissolved content ofeach crucible to its respective 
beaker which contains the main cobalt ‘filtrate. Total cobalt 
is now in 600 c.c. beakers. 

Nearly neutralize with ammonia. Dflute to about 400 c.e. 
with water. Heat to 80° C. and pass H2S through for twenty 
minutes or until precipitate separates out distinctly. Remove 

-and let settle for at least one-half hour. Filter on double 11 em. 
filters into 600 c.c. beakers, washing precipitate with H2S wash 
(2 drops 1: 1 HCl, 500 c.c. water, saturated with HS). 

Precipitate contains MoS3 and other metals that are precipi- 
tated in acid solution. Ignite the sulphides at a low reddest 
heat in porcelain; weigh; extract with ammonia and filter; wash 
with filtered ammonia water and again weigh. Loss in weight 
is MoOs, of which 663 per cent is molybdenum. 

Filtrate from Sulphides.—Concentrate to about 50 c.c., add 
50 c.c. cone. HCI, then 1 gram KCIO3 and concentrate to 30 c.c., 
keeping covered until all fumes of chloric acid are gone to pre- 
vent loss by spraying. Dilute to 150 ¢.c., add 50 c¢.c. cone. 
HCl, and evaporate to 50 c.c. volume, to remove, entirely, the 
free chlorine. Finally, dilute to 300 c.c. with water, add ammonia 
until a faint cloud forms that will not stir out. Then add 20 c.c. 
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and 10 ¢.c. of ammonium acetate to the 1 gram and 500 mgs. 
weights respectively. (2 ¢.c.=1 gram ammonium acetate.)* 

Put on Argand burner stove and allow them to boil for about 
two minutes. Remove from fire; allow acetates to settle; filter 
through double 15 ecm. filters into 600 ¢.c. beakers that have 
been previously boiled out with dilute HCl. Wash precipitate 
fifteen or twenty times with acetate wash. Set aside filtrates. 
Dissolve precipitate in 50 ¢.c. HCl (1: 1) by heating and pouring 
back and forth several times, then washing filter free of iron 
with 1: 10 HCl wash. Make a second basic acetate separation. 
using 15 ¢.c. and 8 c.c. of ammonium acetate respectively for 
the 1 gram and 500 mgs. weights. Filter into 600 c.c. beakers 
and wash as before. 

The Combined Acetate Filtrates—I{ these filtrates contain 
much cobalt they will be pink. Heat to boiling; make faintly 
ammoniacal; add 5 c.c. of 1: 1 ammonia in excess and last of 
all 50 c.c. saturated solution of microcosmie salt. Stir vigorously, 
otherwise bumping may break beakers. A_ blue precipitate 
forms which continuous stirring changes to a crystalline grape- 
colored precipitate that settles rapidly, leaving a water-white 
supernatant liquid. Filter on 11 em. filters into clean liter 
beakers, washing precipitates with water containing 4 c.c. 
ammonium acetate, until free of chlorides, testing a few drops 
of the acidulated washings with silver nitrate solution. Burn 
off precipitates in weighed platinum crucibles over low flame 
at first, then increase to bright red heat; break up lumps with 
a nichrome or platinum rod. Cool, and weigh as cobalt, nickel, 
and manganese pyrophosphates and a little SiO2 (C). Deter- 
mine manganese in a separate portion by sodium arsenite titra- 
tion, calculate to Mn2P207 and deduct. Dissolve contents of 
crucibles with (1:1) HCl; filter; wash with 1:10 HCl, then 
with water; burn and weigh small amount of silica and deduct 
from (C). The remainder is Co2P207, of which 40.39 per cent 
is Co. 

The filtrates and washings from the phosphates of Co, Ni, 
and Mn usually contain a little Co and most of the Ni, etc., 
which are removed by saturation with HeS in hot solution as 
follows: Heat the latter to 70° or 80° C., pass H2S through for 

* Use an ammonium acetate solution that has been made neutral, or very 
faintly alkaline with ammonia. 
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about thirty minutes. Black CoS and NiS are precipitated. 
Filter on double 11 em. filters and wash about fifty times or 
until free of salts with water containing 2 grams ammonium 
acetate and saturated with H2S. Burn off and weigh as CoO, 
of which 78.66 per cent is Co. Add this cobalt to that found from 
phosphate precipitation to get total cobalt. Deduct the Ni 
found on a separate portion. 

The gravimetric method for cobalt powders and ferro-cobalt 
is the same as in Co steels except that but 0.5 gram is taken 
for the Co determination. 


VoLuMETRIC METHOD FOR COBALT IN STEEL 
(PRELIMINARY REMARKS) 


Cobalt cannot be titrated quantitatively with KCN, exactly, 
as nickel owing to interfering reactions that take place. If the 
attempt is made to titrate cobalt alone with cyanide and silver 
a black precipitate forms that. obscures the end-point. This is 
due to the formation of silver cobaltic-oxide. 

The author, after several months of experimenting, found that 
by the use of tartaric acid and by always having not less than 
1 gram of iron in solution per 0.1 grdni of Co and by strict 
adherence to the following details, titrations, even up to 100 mgs. 
of cobalt, can be made with accuracy. Dissolve 0.8 gram and 
1.0 gram of the steel in 40 ¢.c. of 1: 3 sulphuric acid; add 15 c.e. 
of 1.20 nitric acid and digest the steel, if tungsten be present, 
until the latter is bright yellow; cool; add 12 grams of tartaric 
acid; dilute to 100 ¢.c.; add 90 ¢.ec. of 1 : 1 ammonia; drop in a 
piece of litmus paper and then drop in 1: 3 sulphuric acid from 
a burette with great care, until the litmus paper just turns 
from a blue to a red; then add exactly 4 c.c. of 1:1 ammonia 
in excess and no more, before titration with KCN. 

The author uses c.p. cobalt powder for standardizations. 
Its purity can be checked by the phosphate method as given 
for steels. Nickel in cobalt steels and metals is determined by 
Brunck’s method. 

It is extremely important to have the excess of ammonia in 
all tests and standardization mixtures as nearly alike as possible. 
Varying amounts of free ammonia cause discordant results, 
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apparently to a much greater degree than in the similar titration 
for nickel. 


VOLUMETRIC DETERMINATION OF COBALT IN STEELS CONTAINING 
COBALT WITH OR WITHOUT TUNGSTEN, CHROMIUM, VANA- 
DIUM AND MoLyBpENUM 


Nickel and copper interfere and must be removed before any 
attempt is made to titrate the Co, or determined on separate 
portions and deducted. 

Weigh 1 gram and 800 mgs. of sample, 50 mgs. and 40 mgs. of 
e.p. cobalt along with 1 gram and 800 mgs. of cobalt, nickel, and 
copper-free steel for standards, and 1 gram of the same non- 
cobalt steel, alone, for a blank test, into 600 c.c. beakers with 
cover glasses. Add 40 c.c. H2SO4 (1:3) to each, and when 
most of action is over, place tests on Argand burner stove * over 
low flames and heat until all soluble material is dissolved; about 
one-half hour is required. With beakers kept covered, intro- 
duce 15 c.c. HNO3 (1.20) through the lips of the beakers; con- 
tinue heating until all red fumes are driven off (fifteen minutes 
required). Remove tests from stove, rinse cover glasses and 
sides of beakers with cold water, bringing volume of each to 
about 100 c.c. Add 12 grams of powdered tartaric acid to each 
and stir until dissolved. Add an excess of ammonia or about 
90 c.c. of 1 : 1 ammonia; cool and proceed with the neutralization 
as described under “Preliminary Remarks.” Place beakers in 
pans containing cold water so as to bring the tests down to room 
temperature. 


SOLUTIONS 
Cyanide..... 9 grams KCN 2000 c.c. H2O 
2 grams KOH 1 e.c. =about 0.00067 — 0.00069 gram of cobalt 
Silver nitrate.... 1.50 gram AgNO; 
250 c.c. HO 


Potassium iodide... 50 grams KI 
250 c.c. HO 


* See page 
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Add exactly 4 ¢.c. ammonia (1: 1) to each neutral test solu- 
tion before beginning to titrate. It is very important that the 
excess of ammonia be the same for standards and tests. (See 
Preliminary Remarks.) 

Add 2 ¢.e. KI solution, then exactly 2 e.c. AgNOgz solution, 
which produce quite a turbidity. Stir and add KCN solution 
rapidly at first and slowly toward the end until the cloud just 
disappears. Record time at that moment and let stand six 
minutes. Record readings of “Silver” and ‘‘Cyanide”’ burettes. 

At the end of six minutes clear up the newly formed cloud, 
slowly, with cyanide and add the amount thus used to that 
already consumed. Titration is now finished. Disregard any 
subsequent clouds that are almost certain to form. Titration of 
1 gram of a non-cobalt steel, to get the relation between cyanide 
and silver, is the next step and is as follows: After dropping 
in the 2 c.c. of KI (from small pipette or graduate) and 2 c.c. 
AgNOs from burette, clear up carefully and slowly with KCN 
solution and record readings. Since all steel contains at least a 
trace of copper or nickel, this titration is made in order to elimi- 
nate any interference from this cause. This having been done, 
add 10 c.c. KCN solution, then carefully bring on a faint cloud 
with AgNO solution, just clearing with a drop or two of KCN 
to be sure of no appreciable excess. THis titration gives the 
relative comparison of cyanide and silver solutions, showing that 
1.1 c.c. of KCN equal 1.0 c.c. of AgNO3. 

The calculations are the same as in the similar method for 
nickel, page 227. Deduct any nickel found on a separate portion 
by Brunck’s method or the modified form of it. It is quite 
unlikely that appreciable amounts of nickel will be found in 
cobalt steels. The same can be said of copper, although the 
latter can be removed beforehand by Ho2S. 

Standardizations and Calculations —Determine the blank first. 
Add 2 ¢.c. KI solution, then 2 ¢.c. AgNO3 solution. Add KCN 
solution, drop by drop, until white cloud of AglI disappears. 
Take burette readings for silver and cyanide solutions; then add 
a known amount of cyanide, about 10 c.c., and titrate to a faint 
cloud with silver nitrate. Calculate silver nitrate in terms of 
cyanide, e.g., 

11.1 c.c. KCN =10.1 c.c. AgNO3. 
1 c.c. AgNO3=1.1 c.c. KCN. 
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Standard mixtures: 


(1) 30 mgs. C. P. cobalt and 800 mgs. high-speed steel. 
(2) 50 mgs. C. P. cobalt and 1 gm. high-speed steel. 
(3) 80 mgs. C. P. cobalt and 1 gm. high-speed steel. 
(4) Blank, no cobalt added and 1 gm. high-speed steel. 


Put the above mixtures through all of the foregoing operations 
until the point of titration; then add 2 e.c. KI solution, also 
exactly 2 c.c. AgNO3; then with constant stirring drop in KCN 
solution until the cloud disappears. Record first and last read- 
ings of burettes. Note the time. Wait exactly six minutes, 
then read the KCN burette and clear up the second cloud 
cautiously. Take reading and add it to former KCN reading. 
Deduct (2.0X1.1) ¢.c. from the total KCN reading; the remain- 
der represents KCN consumed by the cobalt. 


EXAMPLE 


0.050 gm. metallic cobalt used, which contains 97.21 per cent Co. 


KCN to clear first cloud. KCN to clear second cloud. AgNOs 
0.0 ee, 14.0 
69.9 73.9 16.0 
69.9 RHE 2.0 
2251 Xe 
72.6 2.2 
—2.2 


70.4=0.05 gm. X0.972 gm. Co=0.0486 gm. Co., or1lc.c. KCN 
=0.0006904 gm. cobalt 


Titrate sample in exactly the same way as the standard mixtures. Since 
800 mgs. weights have a general tendency to go lower than 1 gm. weights for 
reason stated in the introduction, use the higher factor on those weights, viz.: 


30 mgs. standard+800 mgs. steel 
1 c.c. KCN =0.000704 gm. cobalt 
50 mgs. standard+1 gm. steel 

1 c.c. KCN =0.0006904 gm. cobalt 
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800 mgs. sample required 49.4 ¢.c. KCN. Therefore the steel contained 
49.4 <0.000704 mg. Co or 0.03477 mg. Co. Hence per cent cobalt in sample 
equals 0.03477 +0.8 X100, or 4.35 per cent cobalt. 

1 gm. sample required 63.0 c.c. KCN. Therefore the steel contained 
63.0 <0.0006904 gm. Co, or 0.04349 gm. Co, or 4.35 per cent cobalt. 


NICKEL IN COBALT STEELS 


Weigh 1 gram and 0.9 gram of sample into 400 c.c. beakers. 
Dissolve in 25 c.c. HeSO (1: 3) over moderate flame. Oxidize 
with 10 c.c. HNO3 (1. 20); cool; add 5 grams citric acid per 
gram sample taken. Make slightly ammoniacal; dilute to 300 ¢.c.; 
add 20 c.c. of a 2 per cent alcoholic solution of dimethylglyoxime; 
let stand two hours; filter on double 11 cm. filters; wash about 
twenty-five times with dimethyl wash (10 c.c. of 2 per cent 
dimethyl to 500 c.c. water). Dissolve by passing 25 c.c. 1 . 20 
HNOs (cold) back and forth on the filter. Wash about forty 
times with nitric wash (10 ¢.c. 1 . 20 HNOs to 500 c.c. water). 
Make filtrate ammoniacal and repeat dimethyl precipitation to 
remove cobalt which is carried out- with nickel in considerable 
quantity. Filter and wash as above. The precipitate should be 
bulky and of a brick-red appearance. If not, make a third pre- 
cipitation to insure complete removal of cobult.* 

Volume of dissolved precipitate should be about 100 c.c. 
Boil about ten minutes. Add 15 e.c. HeSO4 (1:3); cool; add 
2 grams citric acid; make slightly ammoniacal, volume about 
200 c.c.; titrate at ordinary room temperature in usual manner 
for nickel titration in plain nickel steel by the KCN method; 
calculate per cent nickel in sample. 

When nickel is present along with cobalt in steels, run nickel 
standards in the same manner as described for cobalt standards, 
ie., clearing up of first cloud after waiting six minutes. Per cent 
nickel having been determined by separate operation, calculate 
number of c¢.c. used for nickel by dividing amount of nickel 
found by the nickel value of the cyanide solution standardized 
as above; deduct from total KCN used by the cobalt plus nickel 
and calculate cobalt by multiplying the remaining c.c by the 
cobalt value of the solution. 


* A filtrate at this point, free from brown color, indicates the complete 
removal of the cobalt from the red nickel precipitate. 


- 


STANDARDIZATION OF KCN SOLUTION 


381 


STANDARDIZATION OF KCN SOLUTION WITH NICKEL AMMO- 
NIUM SULPHATE, FOR COBALT NICKEL STEELS : 


200 mgs. Ni. Am. Sulphate. 


800 mgs. High Speed Steel 


KCN 0 clear tirst cloud. KCN to clear se ond elouu. AgNOs3 
19.3 58.0 48.0 
51.6 58.4 50.0 
32.0 0.4 2.0 
4 le 
32.7 2.2 
2.2 
30.5 


0.0146 gm. of Ni in 0.100 gram of Ni. Am. sulphate 
0.0146 gm. X2+30.5 =0.000957, or 
1 c.c. KCN solution equals 0.000957 gm. nickel 


340 mgs. Ni. Am. Sulphate. 1 gm. High Speed Steel. 


KCN KCN AgNOs 
nee, 78.6 52.0 
54.0 80.6 54.0 
52.8 2.0 2.0 
+2.0 
54.8 
2.2 
52.6 


0.0146 X3.4+52.6 equals 0.0009437, or 
1 c.c. KCN solution equals 0.0009437 gm. nickel. 


CALCULATIONS FOR COBALT IN COBALT NICKEL STEELS 


Sample 800 mgs. 


Ist titration. 2d titration. 


; i 1 
pene aa By a eee 
54.0 0-2 1.0 
56.0 78.4 Dad 

2.0 Thser? 4.7 
Ae ef 
82.9 
GAD 
80.7 
27.45 
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Cobalt and nickel required 80.7 ¢.c. KCN in 0.8 gram of sample. Since 
3.26 per cent nickel was found by separate determination, therefore 0.0326 x 
0.8 =0.02608 gram nickel, which divided by 0.00095 =27.45, or 27.45 c.c. of 
KCN to be deducted from the total, or 80.7 ¢.c. This gives 80.7 —27.45, 
or 53.25 ¢.c. of KCN used by cobalt alone. 53.25 0.00068 xX 100 +0.8 =4.52 
per cent Co. 

Sample 1 gm. 


Ist titration. 2d titration. 
AgNOs KCN KCN required to clear the second cloud 
which forms after six minutes. 
56.0 0.6 57.0 
58.0 99.0 62.2 
PEAY) 98 .4 TEP 
: lia 
103.4, 
2.2 
101.2 
34.3 
66.9 


Cobalt and nickel required 101.2 c.c. of KCN for 1 gm. sample. Since 
3.26 per cent nickel was found by separate determination, therefore 0.0326 x 
1.0+0.00095 =34.31. 101.2—34.3=66.9 or KCN used by cobalt alone. 
66.9 0.00068 -+ 1X 100=4.55 per cent cobalt. * * 


THE DETERMINATION OF SMALL AMOUNTS OF NICKEL IN 
THE PRESENCE OF LARGE PER CENTS OF COBALT 


Dissolve 1 or more grams of the cobalt in 40 c.c. of 1.20 nitric 
acid; add 15 c.c. of 1: 3 HeS8O4; boil off nitrous fumes; cool; 
add 5 grams of citric acid per gram of cobalt taken; add a slight 
excess of ammonia. Cool and add 20 c.c. of a 2 per cent solution 
of the dimethylglyoxime in 95 per cent alcohol for every gram 
of metallic cobalt present. Let the cold solution stand for at 
least one hour; filter out the precipitate of the nickel compound 
which owing to contamination with Co may not have its true 
searlet color. It is washed with “dimethyl” wash consisting 
of 10 c.c. of the dimethyl solution diluted with 500 ¢.c. of water, 
and is redissolved in 25 ¢.c. of 1.20 nitrie acid, and reprecipitated 
as before. The now scarlet precipitate is washed as at first; 
dissolved; 15 c.c. of 1 : 3 sulphuric acid are added to the solution 
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which is then boiled fifteen minutes. Five grams of citric acid 
are added and the nickel is titrated with cyanide and “silver” 
as in steels. This method should also answer for the separation 
of small amounts of nickel from large amounts of elements, like 
manganese and chromium, which give very dark fluids when 
held in ammoniacal solution by ammonium citrate. In this way 
large weights of these elements could be taken as in the case of 
the Co. 


Tue TrEsTING oF NICKEL FOR SMALL AMOUNTS OF COBALT 


Dissolve 4 or 5 grams of the nickel millings in 1.20 nitric acid, 
using 10 ¢.c. of the acid for every gram of the sample taken. 
Boil off the red fumes; dilute to 20 ¢.c.; add ammonia until a 
slight precipitate forms that does not dissolve on long stirring, 
if iron or aluminum be present; if neither of these elements are 
in the solution then add the ammonia until a piece of litmus 
paper floating in the solution just turns blue. Now add acetic 
acid (1 part of glacial acetic acid diluted with an equal volume of 
water) until the precipitate just dissolves, or the litmus turns to 
red, or the solution smells of a slight excess of acetic acid; add an 
excess of 10 ¢.c. of the acetic acid; dilute the solution to 400 c.c. 
and add 25 grams of potassium nitrite when, after a few minutes, 
the solution will begin to cloud with a precipitate of the tri- 
potassium cobaltic nitrite. If the percentage of Co present is 
very small, being less than 0.1 per cent, then the precipitate will 
appear yellow only after the lapse of an hour or two. If there be 
from 0.3 to 0.5 per cent of Co in the sample then the cobalt will 
quickly form in a bright yellow powder, and slowly settle to the 
bottom of the beaker. After standing twelve hours the pre- 
cipitate is filtered off and washed with 25 grams of potassium 
nitrite dissolved in 300.c.c. of water and made slightly acid with 
acetic acid. The precipitate should be mixed with some finely 
divided filter pulp before filtering. Wash it until the washings 
no longer give any color with a solution of dimethylglyoxime. 

The yellow precipitate is then dissolved in 40 c.c. of hot 1:1 
HNOs and the filter is thoroughly washed with the acid. The 
filtrate and washings are made slightly ammoniacal and 20 c.c. 
of “dimethyl” are added to each test. This gives a brown color 
whose depth is proportional to the cobalt present and is com- 
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pared with known amounts of cobalt ammonium sulphate put 
through all of the above operations. The color is almost exactly 
the same shade as that obtained in the color carbon test in 
steels. 

If, when the yellow cobalt precipitate is washed with the 
above nitrite wash, it is found that the nickel is very difficult to 
remove, the yellow precipitate can be redissolved, reprecipitated, 
and washed again. This treatment should remove the nickel to 
the extent that the cobaltic-nitrite can be readily washed free 
of nickel test with the ‘‘dimethyl” wash. 

The above procedure constitutes a very delicate qualitative 
test for cobalt in the presence of nickel. Less than 0.100 per cent 
of Co can be readily detected in 5 grams of nickel. The operator 
should be careful to carry out either the qualitative or the 
quantitative precipitation exactly, as described for the quanti- 
tative method, as there are conditions which cause the cobalt 
to precipitate very slowly and imperfectly. If, when the nitric 
acid solution of the yellow precipitate is made ammoniacal, 
prior to the addition of the “dimethyl” to obtain the brown 
color, a precipitate of iron appears, this iron must be removed 
as iron also gives a color with this reagent. Make a basic acetate 
separation of the iron, in the usual way, in a volume of 100 c.c. 
Make a second basic acetate separation of the iron and combine 
the two filtrates and washings from the basic acetate precipi- 
tations; make ammoniacal; add the “dimethyl’’ and compare 
with the standard similarly treated, consisting of 0.2 gram of 
cobalt ammonium sulphate put through all of the above opera- 
tions. 

ANALYSIS FOUND 


Per Cent. | Per Cent 
Cobalt entactee 0.600 Silicon eateecee ee 0.28 
Nickelaxcecuceece Jas 98 .400 Manganese......... Trace 
UE 0) tho RO Bae ceee te, Poca 0.60 ~Coppet ue acces G. 0.12 


Evectrotytic MretHop ror CospaLtr AND NICKEL IN FeERRO- 
COBALT AND IN CoBALT PowpER 


The following method is used by one large European concern 
for the valuation of their product: 20 grams are dissolved in 
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moderately cone. nitric acid. Any insoluble matter is fused with 
KHSO4 and the fusion is dissolved in diluted H2SO,4 (1 : 3), 
added to the main solution and then all is transferred to a liter 
volumetric flask, diluted to mark and mixed well by repeatedly 
inverting the flask; 25 c.c. of this solution are accurately measured 
from a 50 ¢.c. burette that has been rinsed three times with some 
of the liter solution. These 25 c.c. are evaporated to thick 
fumes with H2SO4; diluted to 350 c.c. with water; and the 
copper is precipitated with H2S8. The CudS is filtered out and 
washed with H2S water containing a drop of HeSOx4 in 500 c.e. 
The filtrate and washings from the CuzS are evaporated low, 
in a casserole; 5 ¢c.c. conc. HNO3 are added and 75 e:c. of cone. 
HCl; heated with lid on until all red fumes are gone; the lid 
is removed and evaporation to 10 c.c. follows. Dilute to 350 c.c.; 
make a double basic acetate separation of the iron as in gravi- 
metric method; add 2 c.c. of acetate per 100 mgs. of cobalt 
present; filter off any iron acetate, wash with acetate water. To 
filtrate and washings add 35 c.c. H2SO4 of 30° Bé. and evapo- 
rate to fumes; take up with water and add 2 grams of sodium 
sulphite, also about 40 ¢.c. of ammonia of about 0.96 sp. gr. The 
strongly ammoniacal solution should now be about 100 c.c. 
volume. Electrolyze this solution in the cold with a current of 
0.3 to 0.4 amp. and 6 volts for about six hours, using a platinum 
spiral and a gauze electrode of platinum. Weigh as cobalt plus 
nickel. 


DETERMINATION OF THE NICKEL 


One hundred c.c. of the liter solution are neutralized with 
KOH and KCN is added until the precipitate that forms is 
dissolved. Add an excess of KOH; add bromine water until a 
yellow color is obtained; and allow the precipitate to settle for 
one hour. The black precipitate of nickel oxide which still 
contains a little cobalt is filtered, washed with KOH water and 
redissolved in HCl containing bromine water. This Ni is then 
reprecipitated as before, redissolved and the solution is electro- 
lyzed for nickel, as in the case of the Co. The nickel is then 
dissolved off the electrode with HNO3. The nitric solution can 
be titrated with KCN. 

Or precipitate the solution of the deposited nickel with a 
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1 per cent alcoholic solution of dimethylglyoxime at 50° C. in 
excess of ammonia. Dry the precipitate to constant weight at 
120°. The nickel is then deducted from the cobalt plus nickel 
determined from the 25 ¢.c. by electrolysis, and the cobalt 
obtained by difference. 


Tue Meruop GIVEN IN DETAIL FOR THE DETERMINATION OF 
CoBALT AND NICKEL BY ELECTROLYSIS AS USED BY THE 
AUTHOR 


For cobalt powder, cube or ferro-cobalt containing 70 per cent 
or more df Co, dissolve 0.2 gram (and 0.3 gram for a check) in 
35 ¢.c. of 1: 3 sulphuric acid, using 600 ¢.c. beakers. When the 
action is over, oxidize any iron by the addition of 10 ¢.c. of 1.20 
nitric acid; boil down to 15 ce.c.; add 50 ¢.c. of water and boil 
again to 15 c.c.; cool; make the basic acetate separation of the 
iron in the same way as described under ferro-manganese, page 
244. Add 2 c.c. of the slightly ammoniacal ammonium acetate 
solution for each 100 mgs. of cobalt present. Filter out the 
acetate of iron; redissolve it and repeat the basic acetate separa- 
tion. The combined filtrates from the two basic acetate separa- 
tions are acidulated with 10 ¢.c. of H2SO4 and evaporated to 
200 c.c. Ammonia is added until the ,solution takes on the 
faintest excess of ammonia. Then 100 ¢.c. more of 1 : 1 ammonia 
are dropped in and 2 grams of sodium sulphite. The solutions are 
transferred to 400 c.c. beakers and electrolyzed with a current of 
0.45 ampere and 3.2 volts until the pinkish solution is entirely 
colorless. The electrolysis is conducted in pairs. The current 
is turned on and allowed to run all night. 

The beakers are arranged so that they can be lowered away 
from the electrodes when the deposition of the cobalt is com- 
pleted. The electrodes are rinsed off with distilled water; and 
another beaker is slipped under them and raised and lowered 
with the electrodes dipping in the water; a second and third 
beaker of water are also used to wash the electrodes as many 
more times. The cathode is then dried in an air bath at 100° C. 
for forty-five minutes; cooled; and weighed. It is again washed; 
dried; cooled; and weighed. The final weight less the weight 
of the cathode, taken before the analysis, equals the weight of 
the cobalt, and any nickel present. The author has found nickel 
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from traces to 3 per cent in every case thus far, of cobalt o 
commerce. 

Fig. 32 shows an arrangement of electric lamps whereby 
the amperage can be varied from 0.225 to 0.9 ampere, and 
from which, with a 220-volt circuit, an electromotive force 
of 3.2 volts can be obtained. At the points marked 16 c.p., 16 
candle-power lamps are placed in the circuit. A 32-c. p. lamp is 
put in the socket so marked. With one 16-c.p. lamp burning 


q@ Cathode 


Anode 


SxEetcH No. 32. 


the current is 0.225 ampere; with two such in action the 
amperage is 0.45 and so on. With the 32-c. p. lamp the current 
is 0.45. With all three lamps the amperage is the sum total, 
or 0.9. The voltage on the main is 220. This group of lights 
can be arranged on a board 8 by 10 inches. One such group is 
of course needed for each determination. To determine which is 
anode and which is cathode, close the switch, wet a piece of 
turmeric paper and touch the ends marked ‘‘anode”’ and ‘‘cathode” 
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to the paper, when the end which is cathode, or negative, will 
stain the turmeric red. 

The solution from which the Co and Ni have been deposited, 
is saturated with HS, and any small amount of black sulphide 
that separates out is filtered out; washed with H2S water; 
ignited in a porcelain crucible at a low red heat; weighed as CoO; 
multiplied by the factor 0.7866 to convert it to the equivalent 
of metallic Co; and added to the total of Co plus nickel found 
on the cathode. The cathode is then placed in hydrochloric 
acid, which quickly dissolves off the Co and Ni. The cathode is 
removed and rinsed thoroughly. To the solution and rinsings are 
added the solution of the small amount of the oxide which has 
meanwhile been dissolved in a little aqua regia. Make the 
total solution ammoniacal and precipitate the nickel out of the 
hot solution with 20 ¢.c. of the 2 per cent solution of dimethyl- 
glyoxime in alcohol. The red precipitate is dissolved in nitric 
acid; reprecipitated as before; washed with dilute nitric acid 
water; and finished by the ordinary titration with KCN and 
silver nitrate. The milligrams of metallic nickel so found are 
deducted from the total of Co and Ni found by the electrolysis 
plus any recovered by Ho28, giving the cobalt by difference. If 
the operator wishes to guard against the presence of copper, H2S 
should be passed through the solution ef the total cobalt plus 
nickel before adding the dimethyl. Any sulphides so precipi- 
tated are filtered out; washed and titrated with KCN for copper 
as in steels. The filtrate and washings from the copper are 
evaporated low; oxidized with nitric acid; and then the nickel 
is obtained with the dimethyl, as described. If the operator 
wishes, the nickel can be gotten on a separate portion as described 
under the determination of nickel in metallic cobalt. 

The cylindrical cathode and dise anode of platinum are the 
most convenient form of electrodes for this work. One can use 
also a platinum dish for the cathode, suspending in the fluid in 
the dish any convenient form of platinum anode. 

Phosphorus, sulphur, and silicon can be determined in metallic 
cobalt as in plain carbon steels. In all of the samples that the 
author has analyzed, at least, very accurate results for sulphur 
were obtained by the ordinary evolution method. These results 
were checked by gravimetric results obtained by the same method 
as recommended for sulphur in tungsten powder by fusing with 
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a mixture of sodium carbonate and sodium peroxide. (See 
page 80.) The method given on page 122 should give accurate 
results. 


MANGANESE IN High PercenTAGE CoBALT STEEL AND 
METALLIC CoBALT 


Dissolve 0.100 and 0.05 gram of steel, cobalt powder, or ferro- 
cobalt in 20 c.c. of cone. HCl diluted with 10 ¢.c. water. Dilute 
to 50 c.c. and neutralize with ammonia. Redissolve the hydrox- 
ides in glacial acetic acid. Avoid much excess of acetic acid. 
Dilute to 100 c.c. with water and pass H2S in the cold to remove 
the main portion of the cobalt. Filter off cobalt sulphide, wash 
it fifty times with H2S water, evaporate filtrate and washings in a 
casserole to 20 c.c.; cool; add 100 e.c. cone. nitric acid; heat with 
cover on until all red fumes are gone; remove cover and evapo- 
rate to 25 c.c. Dilute to 50 c.c. with water and evaporate again 
to 25 c.c. Transfer to 10X1 inch test tubes and finish as in 
plain carbon steel. The bulk of the cobalt is removed only 
because it gives such a strong pink in nitric solution that the 
operator cannot get an end-point when titrating with arsenious 
acid as in steels. Steels containing 5 per cent Co do not interfere 
in this way, but if the percentage of Co runs much higher, the 
cobalt must be removed before titration. 

Cobalt steels containing much chromium and tungsten should 
be dissolved in 20 c.c. of 1: 3 H2SOz and oxidized with 15 c.c. 
1 : 20 nitric acid; boil down to 10 c.c.; filter off tungsten; wash 
with dilute H2SO4; neutralize with ammonia; acidulate with 
acetic acid and proceed as above. This removal of cobalt is 
only necessary in very high percentages, at least 10 per cent 
cobalt. 


ANALYSES OF METALLIC COBALT AND FERRO-COBALT 


Per Per Per Per Per Per Per Per 
Cent Cent Cent Cent Cent Cent Cent Cent 
Co. Ni. Fe. Al. Si. Ss. Mn. BR; 


(25 uietald=|0.31).0,0310 0.21) 0.0162: 


Bar cobalt....... 94.40} 2.59 

Lump cobalt..... 98.56] 0.80 | 0.48 | .... | 0.30 | 0.017; 0.20 | 0.017 
ROW GMeLR. tsGios. 96.61| 1.87 | 0.70 | .... | 0.26 | 0.157 | 0.26 | 0.012 
(abess- cake: 97.56| 2.10 | 0.35 | .... | 0.08 | 0.022} 0.08 | 0.022 
Ferro-cobalt..... 75.25| 0.60 |21.49 | 1.90 | 0.77 | 0.014) 0.08 | 0.019 
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When neutralizing with ammonia, prior to adding the excess 
of acetic acid, do not completely precipitate the iron, ete., but 
just add enough ammonia to produce a slight permanent pre- 
cipitate. Then redissolve the latter in acetic acid as directed. 

Stellite—Cobalt, Molybdenum, Iron, Manganese, Chromium. 

Dissolve 1 gram and 800 mgs. in 30 ¢c.c. conc. HCl and 30 c.c. 
conc. nitric acid; evaporate to 20 c.c.; add 100 ¢.c. cone. nitric 
acid and evaporate to dryness, but do not ignite, ds cobalt may 
become insoluble. Dissolve in 50 ¢.c. conc. HCl; evaporate to 
20 c.c.; transfer to 1000 c.c. boiling flask; and dilute to 200 c.c. 
Peroxidize; add Na2O2 until black precipitate forms and tends to 
settle; add 10 grams more of peroxide and 10 grams NagCOs3; 
bring just to boil; continue to boil ten minutes; cool; filter on 
double 15 cm. papers and wash with peroxide water. 

Redissolve the black precipitate in 60 c.c. 1: 1 HCl; and per- 
oxidize again as before and so on until filtrates are free of yellow 
color. Three peroxidations are sufficient. Residue on filter is. 
cobalt and iron. Dissolve off filter as before; filters are washed. 
Ash the filters and extract any remaining cobalt with 10 c.c. 
HCl and add to main cobalt*and iron solution. Two basic 
acetate separations are made of this solution as in cobalt steel. 
Then finish filtrates by phosphate precipitation as in cobalt 
steels. The acetate of iron on the filter can be dissolved in 
HCl, reprecipitated and weighed; or titrated as in iron ore. 

Chromium is obtained as in chromium ore, except that the iron 
and cobalt are filtered out and washed with sodium peroxide 
wash. Filtrate and washings are boiled for twenty minutes to 
remove H2Oz and titrated with ferrous ammonium sulphate as in 
chrome ore. 

Molybdenum is gotten from a separate portion, dissolving 
in the same mixture as in cobalt steel. The molybdenum is 
then precipitated as in steel with H2S. 


ANALYSIS OF STELLITE 


Per Cent. Per Cent. 
Gabalte wteor.caean an 60.80 Lon shes tene eet eee 0.52 
Molybdenum........ 24.10 Dlliconmes wages 0.27 
Chromium). 2.0% 4: 13.20 Phosphorus: .....:.. 0.02 
Manganese.......... 0.55 
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Manganese is determined as in cobalt steel, removing most of 
the cobalt with HeS. 

Silicon is found by fuming with sulphuric acid, as in chrome 
steel. 


OXYGEN AND Satts (SoptuM CHLORIDE, ETC.) IN 
Merrauuic CoBALT 


The oxygen is determined on the finely powdered sample as in 
tungsten (see page 81). 

Salts other than cobalt salts are determined by extracting the 
finely divided sample by boiling it in distilled water in a platinum 
dish until the decanted extract no longer leaves a residue on 
evaporation. The extract is decanted through a filter. The 
combined extracts are dried at 120° C. and weighed. The 
extract is then dissolved in water and a little HCl, if necessary; 
made very faintly ammoniaca! and saturated with H28. Any 
precipitate so obtained is filtered out; washed with H2S water; 
ignited in a porcelain crucible; weighed; and deducted from the 
weight of the extract dried at 120° C. The following is an 
analysis of an alleged c.p. metallic cobalt powder; Co, 95.45 per 
cent; Si, 0.01 per cent; C, 0.25 per cent; chlorides, other than 
cobalt salts, 1.89 per cent; O, 1.72 per cent. 


CHAPTER XY 
Part [| 


THE DETERMINATION OF NITROGEN IN STEEL AND IRON 


A numBeErR of English and American chemists prefer to deter- 
mine the nitrogen in steel by dissolving it in 1:1 HCl. The 
nitrogen is supposed to exist in the steel as FesNe or FesNe and 
is converted into ammonia by evolved hydrogen. This ammonia 
then combines with the HCl to form ammonium chloride. This 
solution of iron chloride and ammonium chloride is poured into 
a flask of the style shown on page 332 but of 700 to 750 c.c. 
capacity. A double bored stopper is used in the flask. Through 
one hole is passed a long-stemmed separatory funnel whose tube 
just dips under the fluid in the flask when all of the solutions 
are in it. The other hole in the stopper is for a glass delivery 
tube, one end of which just passes through the stopper into the 
flask and the other end is connected with a glass condenser of 
the Liebig type. Before introducing the solution of the sample, 
12 grams of NaOH in 250 c¢.c. of water are put in the flask; the 
latter is connected with the condenser; and about half of the 
water is distilled off to remove any nitrogen that may be in 
the NaOH before the actual determination of that in the sample 
is begun. 

Having purified the NaOH from any nitrogen it may contain, 
as above, the 1 gram of sample, which has meanwhile been 
dissolved in 20 c.c. of 1:1 HCl is run slowly into the flask 
(which is first connected with the condenser) via the separatory 
funnel. When all of the solution of the steel is in the flask, 
it is given a whirling motion to mix thoroughly the HC] solution 
of the steel with the NaOH. The mixture is then brought to a 
boil, and the boiling is continued until the distillate which is 
received in Nessler tubes no longer gives the characteristic brown 

392 
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color with Nessler solution.* The. total distillate is then treated 
with 2 c.c. of the Nessler reagent per each 200 c.c. of distillate. 
The brown-colored solution so obtained is then matched against 
standard ammonium chloride which is made by dissolving 0.0382 
gram of this salt in one liter volume of water. As ammonium 
chloride contains 26.18 per cent of nitrogen, 0.0382 X 0.2618 equals 
0.010 gram of nitrogen, hence 1 c.c. of the above standard is 
equivalent to 0.00001 gram of nitrogen. 

The most convenient way to make this comparison is as fol- 
lows: Suppose that 200 c.c. of the distillate were obtained. This 
would then be treated with 2 c.c. of the Nessler solution and well 
mixed in a Nessler tube or other convenient comparison tube. 
Then place 200 c.c. of water in a duplicate comparison tube 
together with 2 c.c. of the Nessler solution. Next drop from a 
burette, with constant mixing, into this Nessler solution and 
water, some of the standard ammonium chloride until the coler 
of this mixture just matches that of the distillate. Suppcce 
that the reading of the burette showed that it required an addi- 
tion of 35 c.c. of the ammonium chloride standard to produce in 
the imitation mixture a depth of color equal to that of the dis- 
tillate obtained from the steel; this gives the volume of the test 
as 202 c.c. and that of the standard as 237 ¢.c. As 35 ¢.c. of the 
standard solution of ammonium chloride were required then the 
distillate must contain 0.00035 x 202 +237 X100+1 cr 0.029 per 
cent nitrogen. A blank determination must be run including 
all of the chemicals and operations, and any nitrogen so obtained 
must be deducted from that found in the steel. The accuracy 
of the manipulations can also be tested by putting a measured 
amount of the ammonium chloride standard solution through 
all of the operations, and any nitrogen found in excess of that 
added in the form of ammonium chloride should equal the blank 
determination. 

Ledebur prefers to determine nitrogen in iron or steel by dis- 
solving 10 grams of the sample in a flask similar to the one used 
in the foregoing method, using 120 c.c. of dilute sulphuric acid 
made by diluting 1 part of conc. sulphuric acid with 4 parts of 
water. When the sample is entirely dissolved, the flask A, 


* The reaction causing the brown coloration is explained by the following 


equation: 
2(2KI, HgI.) +NH;+3KOH = NHg,IH.0 + 741 +2820. 
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Fig. 33, is connected to a duplicate flask H containing a little 
water. This second flask is in turn connected with a nitrogen 
bulb F approximating very closely to the Volhard nitrogen bulb. 
The Volhard bulb has a stopper through which the delivery tube 
from flask H passes. This delivery tube dips almost to the bottom 
of the nitrogen bulb in which is placed exactly 25 c.c. of N/10 
sulphuric acid. One hundred c.c. of water containing 40 grams 
of NaOH are poured through the separatory funnel into the 
solution of the steel in A. The mixture of hydroxide of iron and 
NaOH is boiled gently and at the same time a stream of air is 
drawn through the entire apparatus. The boiling and drawing 
of air is continued for an hour. By this time all of the 
ammonium sulphate formed from the nitrogen in the steel is 
supposed to have been converted into ammonia by the action of 
the NaOH and been drawn over into the N/10 sulphuric acid 
in the nitrogen bulb. The contents of the latter are then 
titrated with N/10 NaOH with a few drops of methyl orange for . 
an indicator. The number of c.c. of the N/10 sulphuric acid 
found by this titration to have been neutralized by the ammonia 
coming from the nitrogen in the steel, is multiplied by the 
factor 0.001401 to find the part of a gram of nitrogen that 
existed in the 10 grams of steel. This method is to be commended 
by reason of the fact that a large samplé can be taken, and it is 
not dependent on the operator’s skill in matching colors. 

Calculations.—The factor 1 ¢.c. of N/10 sulphuric acid equals 
0.001401 gram of nitrogen is obtained as follows: Since 1 c.c. of 
N/10 sulphuric acid contains 0.0049038 gram of HeSOu, and this 
acid unites with ammonium hydroxide according to the equation 
H2SO04+ 2NH40H = (NH4)2804+2H20, we have the proportion 
given below: 


HeSO4 : 2N :: 1 c.c. N/10 HoSO4 : X 
or 
98.08 : 28.02 : : 0.0049038 : X 
or 

X =0.0014009 gram of nitrogen 


Suppose it is found by titration of the 25 c.c. of HsSOu, after 
the absorption of the ammonia formed from the nitrogen in the 
steel, that only 23 ¢.c. of the N/10 NaOH are required to dis- 
charge the pink color given to the 25 c.c. of the N/10 H2SO4 by 
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the methyl orange. This would mean that 25 c.c. less 23 ¢.c. or 
2 c.c. of the N/10 sulphuric acid had been neutralized by the 
ammonium hydroxide coming from the nitrogen in the steel and 
the blank. If there were no deduction for a blank then the per- 
centage of nitrogen found would be 0.001401 2X 100 divided by 
10 or 0.028 per cent nitrogen. 

Nessler Solution.—Thirty-five grams of potassium iodide are 
dissolved in 200 c.c. of distilled water. To this KI is added a 


saturated solution of mercuric chloride until a faint precipitate 
is obtained. Next add 160 grams of potassium hydroxide. Dilute 
to one liter and add more of the mercuric chloride solution until 
a small permanent precipitate of mercuric iodide forms and 
remains. This precipitate on settling should leave a pale yellow 
supernatant fluid which is supposed to become more sensitive 
with age. It gives a brownish yellow tint to small traces of 
ammonium or its salts in solution. If large quantities of ammo- 
nia are in solution the Nessler reagent produces a precipitate. 
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According to Braune when the nitrogen reaches 0.035 per cent 
in the high carbon steels it causes serious brittleness. 

It is very necessary in making nitrogen determinations to 
carry out the work in a room free from all ammonia fumes. The 
work should be done in a place apart from the other laboratory 
work. In drawing air through the train in the method described 
by Ledebur it would seem advisable to purify such air by passing 
it through a wash bottle containing some dilute sulphuric acid, 
before it enters the boiling flask. 


APPARATUS OF LEDEBUR FOR THE DETERMINATION OF 
NITROGEN IN STEEL 


In his Leitfaden fiir Eisenhiitten-Laboratorien, Ledebur uses 
the apparatus shown in Fig. 33. The steel is dissolved in A and 
the NaOH is introduced through B. The air is drawn through 
A and E£, carrying the ammonia formed from the nitrogen in 
the steel through E over into the measured amount of N/10 
sulphuric acid in F where it is absorbed and determined as already 
described. 


CHAPTER XVI 


THE ANALYSIS OF GRAPHITE AND GRAPHITE CRUCIBLES 


Tue total carbon is determined by direct combustion in the 
electric furnace. The sample is reduced to sufficient fineness 
to pass through No. 11 bolting cloth. A hardened steel mortar 
is used with a ball pestle. The chamber of the mortar is 3} inches 
deep by 13 inches in diameter. The total thickness of the steel 
block is 4 inches. The pestle fits, exactly, the bottom of the 
mortar. The material is pounded into this opening by striking 
on the end of the pestle with a.-hammer. It is then taken out 
and ground in an agate mortar to loosen the mass which is sifted 
through the bolting cloth. The portion that does not pass the 
cloth is put back into the steel mortar and hammered again, and 
so on until the sample all passes through the cloth. 

0.200 to 0.300 gram of sample is used, and it burns completely 
in oxygen in the electric furnace. Forty-five minutes elapse 
from the time the sample is put in the furnace until the absorp- 
tion apparatus is detached for the final weighing of the carbon 
dioxide formed. The weight of the COz multiplied by 27.27 
and divided by the weight taken for analysis yields the exact 
carbon in the sample. 


VouATILE MATTER 


One gram of sample is burned in a platinum crucible with a 
slow stream of oxygen passing in through a hole in the lid of the 
same. The lid is removed and the contents stirred with a nickel 
wire at intervals of about twenty minutes. The porcelain tube 
of a Rose crucible is used to conduct the oxygen through the 
hole in the platinum lid. When the contents of the crucible 
no longer lose weight the ignition is stopped. The total loss 
of weight less the weight of carbon by combustion equals the 
volatile matter other than carbon, such as water and sulphur. 
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A direct. determination of water can also be made by igniting 
the ‘substance in a stream of air, dried by passing it through a 
jar of phosphoric anhydride such as is used in the carbon com- 
bustion train. (See Fig. 7 (J), page 265.) The sample is put 
in a clay boat and heated to redness in a porcelain or quartz 
combustion tube.* In the outlet end of the tube is attached, 
by means of a rubber stopper and glass tube, an absorption jar 
or U-tube, see B, Fig. 1, page 85, containing phosphoric acid. 
The outlet of the absorption jar is guarded against the ingress 
of moisture by a calcium chloride tube closely filled with bits of 
stick caustic potash. The air is drawn through by a suction 
pump. At intervals of twenty minutes the heat is lowered, the 
passing of the air is stopped and the absorption jar is weighed. 
It is attached again, the heat raised to redness for another 
twenty minutes, and the weighing is again made as before, and 
so on until there is no more gain than is obtained by a blank 
test carried through in the same manner. ‘The total increase 
in weight of the phosphoric anhydride less the blank is calculated 
to percentage as water. 

A blast lamp flame, or an electric muffle (see page 120), 
is used to expel the carbon, obtain the ignition loss, and the 
ash for analysis. The ash from the 1 gram taken for ignition 
loss is analyzed for its various constituents: exactly as a clay. 
It is fused with a mixture of 10 grams of anhydrous carbonate 
of soda plus one gram of niter in a platinum crucible. The 
melt is dissolved out with water in a platinum dish, using heat 
to hasten the solution. The water extraction is transferred 
to a No. 6 porcelain dish. The dish is covered with a watch 
glass, and 1: 3 sulphuric acid is allowed to flow down the under 
side of the lid until 125 ¢.c. in all have been slowly added. The 
acidulated fusion is stirred cautiously with a glass rod extending 
under the cover. The solution is heated until all effervescence is 
over. The under side of the cover is rinsed off, the washings 
flowing into the dish. The contents of the latter are then evap- 
orated to thick fumes of sulphuric anhydride; cool; add enough 
water to dissolve the sulphates, heating for about twenty minutes. 
Cool again. Add paper pulp. Filter and wash with 1: 10 sul- 


*The apparatus shown in Photo No. 1, page 83, or Fig. 1 on page 85, 
omitting the pyrogallic solution, and passing air or oxygen through the 
apparatus instead of hydrogen, can be used for this determination. 
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phurie acid. Wash sixty times, allowing each washing to drain 
off before the next one is added. The residue on the filter is burned 
at lowest possible heat until pure white. ~The heat is then raised 
to blast for ten minutes. The crucible is cooled in a desiccator 
and weighed. The contents are blasted again, or until no further 
loss occurs. A few drops of sulphurie acid are added, the cru- 
cible is filled to about two-thirds its capacity with hydrofluoric 
acid and evaporation in a good draft to fumes of sulphuric acid 
follows. The sulphuric acid is driven off, the crucible is heated 
to bright red and weighed again. The loss of weight is the silica, 
which multiplied by 100 and divided by the weight taken yields 
the percentage of the latter oxide.* 

The filtrate from the silica is passed through the reductor 
(page 365) and titrated for iron with potassium permanganate to 
first pink that lasts for a few seconds. The iron is calculated to 
oxide. 

If alumina is also wanted, the filtrate from the silica is first 
precipitated in a No. 7 porcelain dish in about a 600 c.c. volume 
with the faintest possible excess of ammonia water which has 
been filtered free of any sediment or scales of glass. When the 
solution is faintly ammoniacal it is boiled, cooled, and ashless 
paper pulp added in sufficient quantity to secure rapid filtration 
and washing. The aluminum and iron hydroxides are washed 
free from sulphates with ammonium nitrate water. The wash- 
ings are tested with barium chloride, and when no milkiness 
forms in the former on addition of the chloride, the precipitate 
is given ten more washings. The filter and precipitate are burned 
cautiously in a weighed platinum crucible after first drying out 
some of the excessive amount of water held by the pulp. The 
paper pulp is roasted out and the ash ignited to a constant weight 
with a blast lamp. The precipitate is calculated as alumina plus 
oxide of iron. All of the phosphorus present in the graphite will 
be counted as alumina unless it is desired to separate it. In that 
event the solution should be divided before the ammonia precip- 
itation is made. Pour it into a 500 c.c. flask. Dilute to the 500 
c.c. mark with water. Mix the contents thoroughly and pour 
enough of the latter into a 250 c.c. flask to fill it to the mark. 

* There may remain in the crucible, after the evaporation with HF and 
H.SO,, and the ignition, a little stain of iron which should be dissolved in a 
little HCl, evaporated to thick fumes with a few drops of H2SO,, and added 
to the filtrate from the silica before the reduction of the iron. 
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This gives two portions; one is reduced with zinc and titrated 
with permanganate for iron. The permanganate standard is 
made by dissolving 0.727 gram of potassium permanganate in 
water and diluting it to 1000 c.c. One c.c. of this standard equals 
0.001284 gram of iron. In a burned pot the iron is calculated 
to ferric oxide. Therefore the iron found in parts of a gram is 
multiplied by 10 and divided by 7 to obtain the amount of ferric 
oxide. It is necessary to make this calculation in all cases where 
alumina is asked for. In plumbago, or graphite, it is usually 
customary to calculate the iron to protoxide (FeO). To obtain 
the amount of the latter, multiply the weight of metallic iron 
found by 2. These weights of oxide are then reduced to percent- 
age in the usual way. 


PHOSPHORUS AND ALUMINA 


The other 250 c.c. portion of the divided sulphate filtrate is 
precipitated with a faint excess of ammonia, washed, roasted, 
and blasted to constant weight as AleOs, Fe2O3s, P2Os5. The 
ferric oxide found in the 250 ¢c.c. reduced with zine is deducted 
from the total weight of the three oxides found in the second 
portion. This leaves AlgO3, P2Os. The phosphorus is obtained 
by fusing the oxides with twenty times their total weight of 
sodium carbonate plus their weight of potassium nitrate. The 
melt is dissolved in a few c.c. of water, filtered into a 5-ounce 
beaker, washing the filter thoroughly with ammonium nitrate 
water. ‘The filtrate is acidulated with 1.20 nitric acid, boiled with 
a slight excess of permanganate solution (see Phosphorus in 
Steel), and the phosphorus is finished as in steel. The phos- 
phorus obtained is calculated to the pentoxide (P20s5) as follows; 
For example, suppose 10 c.c. of the alkali standard were used, then 
100.0001 1.63 equals 0.00163, which multiplied by 34 equals 
the phosphorus pentoxide to be deducted from the weight of 
Al2Os, P2O5. This leaves the alumina which came from the 0.500 
gram of sample. It is reduced to percentage by the usual calcu- 
lation. If phosphorus is not asked for, it is unnecessary to divide 
the sulphate filtrate from the silica. It can be precipitated with 
ammonia, filtered, washed, roasted, ignited, and weighed as 
Al203, Fe2O3, ignoring the presence of phosphorus, which is not 
likely to introduce a serious error. The total oxides are then fused 
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with 10 grams of sodium carbonate, the melt dissolved in excess 
of 1:3 sulphuric acid (about 85 ¢.c. of the acid); reduced with 
zinc and titrated with permanganate. The iron is calculated to 
Fe203 and deducted from AloO3 and Fe203 to obtain alumina. 


LIME AND MAGNESIA 


If lime and magnesia are asked for, the ash from the graphite 
is fused as before, but is acidulated ain an excess of hydrochloric 
acid instead of sulphurie acid. 

The silica is removed by evaporating twice to hard dryness 
and filtering between evaporations. It is washed with 1: 10 
hydrochloric acid. The filtrate and washings are precipitated 
with a slight excess of ammonia that has been freed from carbon 
dioxide as follows: The ammonia water is put in a sulphur flask 
fitted with a No. 6 stopper through which passes a glass tube. 
This tube is connected by rubber tubing with a jar such as shown 
in Fig. 4, page 263, filled with short pieces of stick caustic potash. 
The connection is with the top of the jar. The ammonia water in 
the flask is heated by a Bunsen burner. This drives the con- 
centrated ammonia from the flask over into the jar of caustic 
potash, which removes the COz. The purified ammonia passes 
out at the bottom, and thence via more rubber tubing it 
reaches the glass delivery tube, which dips into a reagent bottle 
containing distilled water that has been boiled for half an hour 
and cooled without stirring. The ammonia is passed into this 
bottle until the water in it smells strongly of ammonia. The 
earbon dioxide-free ammonia is used for all separations of iron 
from hme. 

The filtrate from the iron and alumina is concentrated to 300 
c.c. and made faintly ammoniacal. If the presence of man- 
ganese is suspected, a slight excess of bromine is added, and the 
solution is heated until the brown flakes of manganese separate. 
This is not done unless the carbonate and nitrate fusion of the 
original ash is noticeably green. 

The hot faintly alkaline filtrate is treated with 20 c.c. of sat- 
urated solution of ammonium oxalate to precipitate the calcium 
as oxalate. The latter is permitted to settle several hours. It 
is then filtered out and washed with hot water containing a little 
ammonium oxalate, until free of chlorine test with silver nitrate 
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solution.* The precipitate is roasted until white and blasted 
to constant weight. It is weighed as calcium oxide,t which is 
calculated, as such, to percentage. The filtrate from the lime 
is acidulated with HCl, concentrated to a small volume; filtered; 
made slightly ammoniacal; cooled; 10 c.c. of saturated solution 
of microcosmic salt are added; and then the total volume is 
increased one-fourth with concentrated ammonia. After thorough 
stirring, the precipitate of ammonium magnesium phosphate is 
permitted to settle until the next day. It is filtered on a small 
filter and washed forty times with a mixture of one part of conc. 
ammonia and three parts of water. It is then burned at a low 
red heat until white, and weighed as magnesium pyro-phosphate, 
which contains 36.21 per cent magnesium oxide. 

The filtrate and washings should be treated with more phos- 
phate solution, and, if an appreciable precipitate forms, it is 
collected, washed, ignited, weighed and added to the principal 
residue. 


SILICON CARBIDE 


When complete analyses of old pots that present a green- 
colored fracture are made, the analytical data will give evidence 
of the presence of silicon existing in the reduced state, that is, 
not entirely as oxide. If the silica, alumina, iron oxide and lime 
obtained are calculated as such and to theirysum is added the total 
carbon as found by the red lead process, the percentages may 
reach the impossible total of 115.8 per cent in some instances. 
Such pots when broken present a greenish fracture. When the 
writer first encountered this difficulty he was somewhat puzzled. ¢ 
Such material cannot be burned free of black or gray residue 
in a stream of oxygen. This is characteristic of silicon carbide. 
The combination will not yield its carbon in the electric furnace 
with oxygen alone. It decarbonizes readily if burned with red 
lead. For carbon 0.300 gram of green fracture pots is burned 
with 4 grams of red lead. ‘The blank due to the red lead is deducted 
and the carbon percentage calculated as in pots free from silicon 


* Acidulate the washings with a féw drops of 1.20 nitric acid before 
testing for chlorine. 

+ If the percentage of lime exceeds 0.5 per cent it is necessary te redis- 
solve the CaO in HCl and reprecipitate it as before to insure a perfect sepa- 
ration of the magnesia. (See “The Complete Analysis of Limestone,” etc., 
Chapter XVIII, Part I.) 

tSee page 191, Ist Edition Special Steels, July, 1908. 
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carbide. The ignition loss, which, in a burned pot, will ordinarily 
check within 0.1 to 0.2 per cent of the red lead result, will fall 
below the total carbon as much as 6 or 7 per cent in the old pots 
containing the silicon carbide, due to the fact that the carbon 
cannot be burned out of the silicon carbide except with red lead. 

The writer estimated the carbide as follows: The total carbon 
obtained by red lead combustion and the ignition loss obtained 
by blasting in a stream of oxygen were both calculated to a 1 gram 
basis. The weight of carbon by ignition loss was deducted from 
the weight of the total carbon. The remainder was calculated to 
silicon carbide. Then the excess of per cents above 100 per cent 
was assumed to be oxygen. The amount of silicon required to 
combine with this oxygen was calculated. The silicon was then 
figured to carbide. The per cent of carbide gotten in this manner 
checked fairly well with that found by calculating from the dif- 
ference between the total carbon and the ignition loss. The 
silicon required to combine with the silicon carbide found was 
calculated to silica and deducted from the total silica. The carbon 
remaining after the ignition in oxygen was deducted from the total 
carbon. A sample analysis of an actual case is appended. 


Per Cent. 

Pree carbone Seiree ie 208 sate oe cae ees 38 .92 
SILICON Cal DIGG ian ae nn Se aoe ee Se see 20.14 
Trond eel) Meee s) cacoateer fowls, aie ure 4.37 
JASE Ga bey, ters eo acute ene Oem 15.11 
ree an ear ea he sty ee ss oy Peles ee 20.47 
LST beeen oh. Ec ta an eae BS One, Ie oe 0.98 

99.99 


Calculations for Silicon Carbide.—After having made a number 
of determinations of silicon carbide in old pots, with green frac- 
tures, the author has found it more satisfactory to obtain the total 
percentage footing of the oxides and carbon. Assuming the 
excess above 100 per cent to be due to silicon existing as carbide, 
instead of oxide, the calculations are as follows: 


ANALYTICAL DATA (Exampr Le) 


Per Cent. 
RO LaleeatinO Titec a tecsercebaee terse ciao Sere 44.90 
To pAlssilicd ceo OLAINEC wey. 4 te ae eleie ie he 50.60 
ANGST Sse ho ee OCC ae 15.11 
Total iron calculated as protoxide (FeO)...... 4.37 


STi Rete SE Ie boen 8 Acietane a alan -s .98 
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Free Silica.—This gives on a 1 gram basis 159.6 milligrams 
excess, which is assumed to be oxygen. This is equivalent to 
30.07 centigrams of silica: 


Si+O02=Si0z. 
Oo: S102 : : Oo S102. 
3205 O03 159: One 
x =30.07 centigrams SiOz 


to be deducted from the total silica, or 50.6—30.07 = 20.53, or 
20.53 per cent free silica in the pot. 

Silicon Carbide.—Silica is reduced to silicon by the factor 
0.4693, therefore the 30.07 centigrams of silica correspond to 
30.07 X 0.4693 = 14.11, or 14.11 per cent silicon. This is equiva- 
lent to 20.09 centigrams of silicon carbide. 


Si+C =SiC. 
Si: SiC: :Si > SiC. 
Dono aA Uso nee Leet 
x =20.09 or 20.09, SiC in the pot. 


Free Carbon.—The 20.09 centigrams of silicon carbide corre- 
spond to 5.98 centigrams of carbon to be deducted from the 
total carbon found: a2 

C+S8i =SiC. 
Ce; SiC Sas Sie 
122-4023 »vars 2009: 


xz =5.98, or 44.90— 5.98 = 38.92, or per cent of free carbon in the pot. 


RESULTS 


Batons pyzeee Cienlates voce Excess of Oxygen Calculated to Silicon. 


Per Cent. Per Cent. 
38.92 carbon (free) 44.90 total carbon 
20.09 silicon carbide 14.11 silicon 
4.37 protoxide of iron 4.37 iron oxide 
15.11 alumina 15.11 alumina 
0.98 lime 0.98 lime 
20.53 silica + 0.53 silica 


100.00 100.00 
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SULPHUR IN Pots AND GRAPHITES 


Fuse 1 gram of sample with a mixture of 10 grams of sodium 
carbonate ground intimately with 10 grams of potassium nitrate. 
Such a mixture must be heated cautiously as it will flash if heated 
too quickly. When the first action is over, heat until the fusion 
is completely molten and keep it so with the least possible heat 
for a half hour.* Cool; dissolve the melt with water; acidulate 
with hydrochloric acid in a 600 c.c. casserole. Heat with cover 
on until all effervescence is over, rinsing same; evaporate to 
dryness and finish as sulphur in ferro-silicon, page 48, of high 
silicon content. If such a fusion is heated too hot it will boil out 
of the crucible. 

Standardization of Permanganate for Iron.—Weigh into a 
small flask 0.062 gram of oxalic acid e.p. Put into this flask 50 
e.c. distilled water and 20 ¢.c. 1:3 sulphuric acid. Warm the 
solution until the crystals are dissolved and titrate it hot-~ Do 
not let the solution boil. It will usually require 43.1 ¢.c of this 
permanganate to change the oxalic acid solution to a shght pink. 
Deduct 0.2 ¢.c. blank. Therefore 0.062 divided by 42.9x8+9 
= 0.001284, or 1 c.c. of the permanganate solution equals 0.001284 
gram of iron. The value of any permanganate solution in terms 
of oxalic is multiplied by $ to obtain its iron value. 

For a check, weigh 0.065 gram of oxalic acid. This will 
require 45.2 c.c. to render it pink. Therefore 0.065 divided by 
45.0X8+9=0.001283, or 1 c.c. standard solution equals 0.001283 
gram of iron. 

0.727 gram of KMnOs is dissolved in 1 liter of water for the 
above standard. 


Tur DETERMINATION OF ALKALIES IN GRAPHITE 


The percentage of NazO and K2O0 sometimes has an important 
bearing on the refractory properties of plumbago. To determine 
the percentage of alkalies, the graphite is burned away at the 
lowest possible heat, using oxygen. The carbon-free ash is then 
analyzed for the content of NazO and K20 as described under the 
Complete Analysis of Clays. (See pages 411-412.) 

* With the present high price of platinum it would be advisable to deter- 
mine the sulphur as in coke. (See page 476.) 
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TYPES OF PLUMBAGO (Hicu Grape) 


Per 

Per eines Per Per Per Per Per 
Cent Wintay Cent Cent Cent Cent Cent Total. 

Carbon. ana SiOz. AlzOz. | Fe2Os. | CaO. MgO. 

Sulphur. 

American flake...| 90.99] 1.41 | 3.74 | 2.87 | 0.95 | 0.40 | Trace} 99.86 
American flake...| 85.35} 1.37 | 7.52 | 3.55 | 1.69 | 0.20 | Trace| 99.68 
Alabama........ 88.25] 1.33 | 4.44 | 3.35 | 1.25 | 0.62 | 0.48 | 99.72 
Ceylon art. eae 91.41] 1.49 | 4.04 | 0.31 | 1.15 | 0.10 | Trace| 98.50 
Madagascar flake.) 90.30) 1.40 | 3.72 | 2.41 | 1.27 | 0.10 | 0.18 | 99.38 
Korean graphite.| 89.86] 0.76 | 3.60 | 1.89 | 2.51 | 0.16 | 0.68 | 99.46 
Ceylon ate 89.88] 1.10 [4.62 | 2.70 ! 1.02 | Trace | Trace} 99.32 
Geylonas. mae cieee 89.34] 1.18 | 4.44 | 3.55 | 0.59 | 0.10 | 0.07 | 99.27 


ALKALIES OR Mica IN GRAPHITES 


When graphites are burned off in oxygen an examination of the 
ash often shows the latter to be a mass of more or less shining 
flakes of mica. The author determines the alkalies as described, 
and calculates the result to potash mica, Muscovite, using the 
formula given by Dana, H2KAI3(Si04)3 or what is the same, 
2H20, K20, 3Al203- 68102, 1.e., SiO2, 45.2%; AloOs, 38.5%; K20, 
11.8% and H20, 4.5%. Hence by’ dividing the alkali per- 
centage by 0.118, the percentage of mica is obtained assuming, 
of course, that it exists as potash mica, which assumption answers 
all purposes as either potash mica or sodium mica are bad, being 
very active fluxes. The following table will show what may be 
expected in the way of mica in natural graphites. 


(1) Flake Town Flake (U..S:).:.............- 0.36 Ke0=3.05 Muscovite 


(2)ncruciblesblaker S163 lapel aes ee none none 

(@)eblake: Graphite: G5 ae alee eee 0.208 K20=1.76 Muscovite 
(4) aCovlon Graphites-nyan cca oe ee 0.225 Ko0=1.90 Muscovite 
(5) Cevlon!Graphite: ves so ake oe dee 0.104 K20=0.88 Muscovite 
(6) (O° Graphite: sien icin cie: ate seen: bre ee creme 0.340 Ko0=2.88 Muscovite 


(7) Clay County (Uns: neee tee een ee 0.322 Ko0=2.73 Muscovite 


CHAPTER XVI 
Part II 


THE COMPLETE ANALYSIS OF CLAY 


Ignition Loss.—Heat 1 gram of the finely powdered sample 
cautiously to redness and then gradually increase the heat until 
the crucible has reached the full heat of a large sharp flame of a 
Chaddock or Méker or similar burner. Continue this heating, 
weighing at ten-minute intervals, until the sample no longer loses 
weight. 


SILICA 


Mix 1 gram of the finely ground clay with intimate mixture of 
10 grams of sodium carbonate and 3 gram of potassium nitrate 
in a platinum crucible. Heat slowly at first and then apply 
sufficient heat to bring the clay to a quiet state of fusion. Dis- 
solve out the fusion in water in a platinum dish. Transfer the 
contents of the dish to a large porcelain dish or casserole; add 
100 c.c. of conc. HCl, keeping the dish covered with a watch glass 
as much as possible to prevent loss by spraying. Add the acid 
very slowly, stirring with a glass rod under the lid to mix the acid 
as well as practicable to prevent a sudden boiling over. Heat 
with the lid on until all effervescence ceases; then remove the lid, 
rinse off its under surface, into the dish and evaporate to dryness on 
a graphite bath. Cool; add 50 c.c. of cone. HCl; heat a while; 
then add 100 c.c. of distilled water; heat and stir until all salts 
are dissolved; mix in the dish a lump of paper pulp from ashless 
filter papers; filter through a double 11 ‘cm. filter paper; wash 
out the iron, etc., with 1 : 10 HCl until no iron test can be obtained 
in the washings; this generally requires at least fifty washings. 
Evaporate the filtrate and washings to dryness; dissolve; filter 
and wash as before to get the last traces of silica. Smoke off grad- 
ually the two sets of filter papers in a 30 c.c. platinum crucible 

407 
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until white; do not rush this part of the ignition. When the resi- 
due is white, then raise the heat to the full temperature of the 
blast lamp; ignite to a constant weight. Then add to the crucible 
a half crucible full of hydrofluoric acid and a few drops of cone. 
H2S804. Evaporate in a good draught to dryness (see page 438), 
and finish for silica as described on pages 47-48. The residue 
in the crucible after the evaporation with HF and weighing of 
the same is fused with 5 grams of NagCOs, the melt is cooled and 
crucible and all is placed in the main acid filtrate from the silica 
which has meanwhile been evaporating in a 600 c.c. beaker on the 
graphite bath to 200 c.c. 

When the contents of the crucible have all dissolved out, it is 
removed, and all of its surfaces carefully rinsed off in to the main 
filtrate. This main filtrate which should be now of 200 c.e. 
volume is made very faintly but distinctly ammoniacal and heated 
to just boiling for ten minutes. The precipitate, which consists 
mainly of hydrates of iron and aluminum, may contain notable - 
amounts of phosphorus, titanium, and zirconium. 

The ammonia precipitate is filtered hot onto a double 15 cm. 
ashless filter paper but before thefiltration the precipitate is mixed 
with enough finely divided ashless paper pulp so that the mix- 
ture of precipitate and pulp will occupy three-fourths of the filter. 
Wash with a solution of 1 gram of ammohium nitrate dissolved in 
100 c.c. of water until free of chlorine test. Redissolve the precipi- 
tate in 50 c.c. of 1: 1 HCl. The best way to do this is to remove 
most of the precipitate from the paper. Pour the hot HCl through 
the bare paper several times; then stir the bulk of the precipitate 
into this same hot acid; and then pour all on the filter and wash the 
same free of chlorides. This filter and pulp must be saved and 
burned off as part of the iron and alumina, etc., as nearly always 
some alumina remains undissolved. Reprecipitate the filtrate 
and washings containing the Al, Ti, Zr, etc., hot with a slight excess 
of ammonia as before; filter, wash and smoke off in a platinum 
crucible together with the first paper and pulp; blast to a con- 
stant weight and weigh as oxide of iron, alumina, titanium, phos- 
phorus, and zirconium. Fuse the mixed oxides with 15 grams of 
potassium bisulphate, heating very cautiously below redness 
until white fumes begin to come off and then raise the heat slowly 
to bright red until all is in clear solution or no further change takes 
place in the molten mass. 
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When the bisulphate fusion is cool, place crucible and all in a 
400 c.c. beaker with 25 c.c. of 1 : 3 HeSO4 and 75 e.c. of water and 
heat until all is dissolved. Remove the crucible, rinsing it- off 
into the solution. Evaporate the solution and pour it into a volu- 
metric flask and dilute to the 200 c.c. mark. Mix well and divide 
into two equal parts. Pass one part through the reductor at a 
speed of 100 c.c. per ten minutes and titrate for metallic iron with 
permanganate. The iron so obtained is calculated to ferric oxide 
multiplied by 2 and deducted from the total oxides. The remainder 
is usually calculated as alumina. If it is desired to report the tita- 
nium, phosphorus and zirconium it is necessary to fuse the ignited 
oxides, after the final blasting and weighing, in sodium carbonate. 
Dissolve the melt in HCl; divide in two parts. Convert one 
part in sulphate by evaporating to thick fumes; redissolve in 
25 c.c. 1: 3 H2SO4 and 50 c.c. of water and pass through the 
reductor for the iron. The phosphorus in the other half is gotten 
out with the iron by ammonia; converted to nitrates and pre- 
cipitated with molybdate solution. This can be calculated to 
P205 (see page 400) and deducted. This leaves the oxides of 
aluminum, titanium, and zirconium. These can be determined 
by a separate analysis, using the method given for the Analysis 
of Crude Zirconia (see page 202). The usual practice is to deduct 
the iron oxide from the total oxides and call the remainder 
alumina. 


LIME AND MAGNESIA 


The filtrates from the two ammonia precipitations of the total 
oxides, page 408, which have been meanwhile evaporating in a 
600 c.c. beaker are taken to 300 c¢.c. in slightly acid condition, 
having been made acid before beginning the evaporation by adding 
HCl. The lime is precipitated after making the solution again 
slightly ammoniacal, by adding to the hot liquid 40 c.c. of a 
saturated solution of ammonium oxalate. The lime is let stand 
overnight. Filter out; wash with a mixture of 10 c.c. of the oxa- 
late and 500 c.c. and a few drops of ammonia until free of chlorides. 

The filtrate and washings from the calcium oxalate are caught 
in a liter beaker. Add 30 c.c. of a saturated solution of sodium 
ammonium phosphate to the contents of the beaker and 150 c.c. 
of conc. ammonia and dilute with water to 900 c.c. and let stand 
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overnight to secure the complete precipitation of the ammonium 
magnesium phosphate. Filter out the magnesium salt on a double 
9 em. ashless filter paper; wash it with a mixture of 50 c.c. of 
conc. ammonia, 5 grams of ammonium nitrate, and 500 c.c. of 
water until the magnesium phosphate tests free of chlorides, when 
the washings are acidulated with nitric acid, and a few drops of 
silver nitrate solution are added. 

Ignite the washed phosphate at the lowest redness, after first 
smoking off the filter paper until it is white. This operation 
cannot be hurried. The weight so obtained is calculated to MgO 
by the factor 0.3621. 

Should the lime amount to more than a per cent or two, the 
oxalate precipitate should be redissolved in HCl and the solution 
made slightly alkaline with ammonia and the lime again precip- 
itated with oxalate to insure that it is free of magnesia. This 
should also be done on a new sample if the magnesia be found to be 
very high, in excess of 2 or 3 per cent, as lime will most likely 
contain magnesia although the lime be found to be low. Some of 
the supposed lime may be magnesium oxalate. 

In case the calcium oxalate is. redissolved and reprecipitated 
to free it from magnesia, the filtrates and washings from the two 
precipitations of the oxalate of lime are combined and concen- 
trated if necessary and the magnesia: is then precipitated as 
already described. 

Complete blanks should be run on all chemicals and filter papers 
and deducted from all of the elements found. When a carefully 
conducted analysis fails to account for 100 per cent, the total of 
the oxides found can be deducted from 100 per cent and the 
remainder can be reported as ‘‘alkalies by difference” or 
determined by the method given. 

The sulphur can be determined with sufficient accuracy on 
most clays by the author’s method of ignition in a hot tube in 
a current of hydrogen carrying hydrochloric acid (see page 122). 
However, for an absolute method the fusion in a mixture of sodium 
carbonate and niter, or a mixture of sodium carbonate and sodium 
peroxide as given for coke on page 476 should be used as a 
check. 
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DETERMINATION OF ALKALIES IN CLAYS 


Removal of Silica.—Weigh 1 gram sample into a platinum dish, 
100 ¢.c, capacity, cover with platinum lid. Add 10 ¢.c. hydro- 
fluoric acid, heat moderately for one to two minutes; then add 
about 2 c.c. HNO3 (1.42 sp. gr.). Heat five minutes longer, 
remove lid and rinse with distilled water, then add 5 ¢.c. HoSO4 
(1.84 sp. gr.), take to heavy fumes of 803 on stove. Let cool, 
add 25 c.c. HCl (1: 1); heat for two or three minutes, dilute to 
75 ¢c.c. with distilled water, and heat until salts are in solution. 

Removal of Iron and Alumina.—Transfer contents of dish to 
a 500 e.c. beaker; dilute to 300 c.c. with distilled water, make 
slightly ammoniacal with 1:1 ammonia; let boil two minutes, 
filter on double 15 cm. filter papers, catching filtrate in a 600 
c.c. beaker. Wash twenty-five times with 1 per cent ammo- 
nium nitrate solution. Discard the precipitate, add a few 
drops of ammonia to the filtrate until it is distinctly, but not 
strongly ammoniacal, then add 20 c.c. of a saturated solution of 
ammonium oxalate and let stand several hours, preferably over- 
night. Filter through double 11 cm. papers catching filtrate in 
a 600 c.c. beaker, wash twenty times with ammonium oxalate 
wash (10 sat. sol. of ammonium oxalate, 5 drops 1: 1 ammonia, 
and 500 c.c. distilled water); discard precipitate. 

Correction for Magnesia.—Mix filtrate well, then divide 
exactly in half. Designate one portion (A), the other (B). 
Transfer one portion (A) to an 800 c.c. beaker, add 20 c.c. sat- 
urated solution of sodium ammonia phosphate. Dilute to 400 c.c. 
with distilled water, add 100 c.c. ammonia (0.90 sp. gr.) stir and 
let stand overnight. Filter through double 11 cm. papers, wash . 
free of chloride with the following wash; 5 grams ammonium 
nitrate, 50 c.c. ammonia (0.90 sp. gr.) diluted to 500 c.c. with 
water. Burn off in platinum, weigh Mg2P207, deduct blank and 
calculate to MgSO. by the factor 1.081. 

Sulphates of the Alkali Plus Sulphate of Mg.—Make (B) 
just acid with H2S8Ouz (1 : 3), then add 4 ¢.c. in excess. Clean and 
weigh the original platinum dish, without lid, transfer solution 
(B) to the dish and take to dryness on stove, over moderate heat 
to avoid spitting. Expel ammonia salts by heating at 500° C. in a 
muffle furnace until white fumes are no longer given off. If 
salts are highly colored add 30 c.c. distilled water to the platinum 
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dish, heat moderately until alkali sulphates are in solution, filter 
through 9 cm. filter papers, wash twenty times with distilled 
water. Clean, dry, and weigh the platinum dish, transfer filtrate 
to the dish and evaporate to dryness over moderate heat. When 
dry heat at 500° C. for five minutes, let cool in desiccator, weigh 
as NagSO4+ KeSO04+MgSO4. Deduct MgSO, obtained from (A). 
Difference equals total alkalies as sulphates. 

For general purposes, the combined sulphates of sodium and 
potassium may be considered as NagSOq, which is multiplied by 2, 
and calculated to NagO. If both soda and potash are wanted, 
the following procedure is recommended: 

Separation of K:SO,4 from Naz2SO4.—Dissolve sulphate con- 
tents of dish in the smallest possible quantity of distilled water, 
heat moderately for one or two minutes then transfer to a 100 c.c. 
beaker, add an excess of chloroplatinic acid, i.e., until precipitate 
settles out well or solution becomes yellow. Evaporate until 
solution solidifies on cooling. Add 10 c.c. of 80 per cent alcohol, 
stir well, let settle, then decant the supernatant liquid through 
a 5 cm. filter paper; avoid bringing precipitate on filter. Wash 
five times by decantation, using the:same strength alcohol. After 
the final decanting, rinse contents of beaker into weighed porcelain 
crucible (40 c.c. capacity) with a fine jet of hot water. Wash 
the filter several times with a small amount 6f hot water, catching 
filtrate in the same crucible. 

Evaporate to dryness at 100° C., cover, with a watch glass, 
then dry for one-half hour at 120° C. in an air bath. Let cool in a 
desiccator, remove cover, weigh as Ke2PtCle. Deduct blanks 
for reagents, etc., from the gain in weight of crucible and calculate 
to the remainder K28O4. Deduct the weight of the K2SO,4 from 
the combined sulphates of sodium and potassium; thus giving 
sodium sulphate by difference. Calculate percentage of KO and 
Naz2O on a basis of one-half the original weight taken for analysis. 


KePtCleX .35846= K2S804, 
MgeP207X1.0811 =MgSOu,, 
MgSO4X .3349 =Mg0O, 
KeSO4X .5406 =K20, 
NagSO4X .4864 =Nao0. 


For a standard, c.p. sodium chloride and potassium nitrate . 
should be put through all operations simultaneously with the 
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tests. Any excess is deducted as a blank for each element 
determined. 


CLAYS HIGH IN ALKALIES AND NOT GOOD FOR REFRACTORIES 


No. 1. No. 2. No. 3. 
Peni tioneer ie, aoe ie i oer oS 8.72 Dee 6.18 
NST ctv g te Oe a ea ne he 62.92 71.43 65.20 
ANI OTI eS aa Bae caer en ae 22.95 ers 20.38 
LEVONPOSIGC eye eae Me cries Souk aca SO YAN 2.84 
LEN Cee nS. cee Se Ey, FREY, 0.36 0.24 0.38 
IMENTS TGSTES at ths cee ily ae aes a nae 0.36 0.41 0.61 
ADAM Nac® Pits Jolt fii A cdn gt « 1.99 1.97 4.04 

100.31 99.70 99.63 
SHOU E OVE Died. eT SEAR ey Ae A gr 0.210 0.088 0.057 


ANALYSES OF CLAYS OF GOOD REFRACTORY PROPERTIES 


sien. | tan, | Atty | time. | Max | teak | Sul | rosa 
1a Ls ye aan See 54.98] 3.31 | 28.03] 0.66 | 0.55 | 11.38) 0.11 | 99.02 
COPS Te Sayles Pa oh eine 52.60] 4.12 | 27.54) 0.82 | 0.91 | 18.74) 0.190) 99.92 
Southern: .......- 53.80] 3.07 | 27.97) 0.44 | 0.54 12.58) 0.044) 98.44 
WEEN See so Beto 47 .80| 2.87 | 35.95! 0.30 | Trace| 13.26; 0.025'100.20 
WUSSHAt see os. 53.12} 2.63 | 29.41} 0.64 | 0.54 | 12.90) 0.021 99 .26 
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THE ANNEALING OF STEEL 


Annealing Temperatures.—F'irst. Cast steel of all kinds that 
has never been reheated should be first brought to a temperature of 
850°-900° C., and held there for one hour. The heat should then 
be lowered as quickly as possible to 700° to 720° C. and held at 
that temperature for ten to twelve hours. The pipes can then 
be drawn and the steel can be cooled as quickly as desired. The 
fact is, that if the steel is once perfectly annealed, it can be with- 
drawn from the furnace, thrown into water and it will be as soft 
as ever. The author took two pieces of steel from the same saw 
plate and annealed them, one lying on top of the other, until he 
knew both were perfectly annealed. He then withdrew the 
pieces from the furnace. One was thrown directly from the 
annealing furnace into a bucket of cold water while still at the 
annealing heat. The companion piece was cooled in the air. 
Both pieces were then pulled in the testing machine and registered 
identically as to tensile strength and elongation, ete. Steel once 
perfectly annealed can only have its softness impaired by heating 
above the annealing range. - Rapid cooling of perfectly annealed 
steel has no effect whatever on its softness. 

However, if the annealer has lowered the heat befars the steel 
has been entirely annealed, or in other words has not held it long 
enough within the range of temperature where that particular 
steel anneals most quickly, he stands a better chance of getting 
his steel eventually soft enough for the purpose intended by bury- 
ing it in ashes or lime. He thus, in reality, holds it longer within 
the range of temperature where steel anneals slowly. That is, 
the steel passes more slowly through the range of slow annealing, 
being the temperatures below 720° C., than if it had not been sur- 
rounded by more or less non-heat conducting substanees. 

: 414 
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Sreconp. The author has found that plain carbon steels, no 
matter whether the carbon be 0.50 per cent or 1.40 per cent, 
anneal best and most quickly between 700° and 720° C. 

This is also true of most chrome-tungsten and chrome-molyb- 
denum steels. It is particularly noticeable in high-speed steels, 
for if one wishes to drill a high-speed test he can render it soft 
enough by annealing it for one-half hour at 720°, whereas it. will 
require two to three times that length of time to accomplish the 
same softening at lower ranges. 

Turrp. On the other hand, high manganese and high nickel 
content_ lower the annealing heat. Seven per cent nickel steel 
anneals to the perfectly annealed state of the carbon at 520° to 
550° C.* Again, the author has succeeded in softening Hadfeld’s 
manganese steel previous to 1908 so that it could be drilled 
without dulling a high-speed tool at a temperature of 520° to 
550°. The specimen of this steel that the author first experi- 
mented with was of the following analysis: 


Per Cent 
ORY CVT Ts ee len ORO iin ee 1.40 
VPN AMES te tote cis saete te ore aie eS ee 13.42 
PLLCOM MEET Eee tere oie terns Oieie sects aiete Grae 0.043 
Phosphonis week weiae-6e hfed ares smal 0.047 
HMI? 2 Dees Ie SOR ens ame oie oe Ae 0.030 


Plates of this steel, before annealing, could not be drilled 
even with a high-speed drill. After twenty-four hours’ annealing 
a plate was drilled without sharpening the bit and the latter drilled 
the plate without “ screeching.”’ In fact, four holes were made in 
such a plate without resharpening. These plates were then 
taken to the planer and machined easily, but they presented 
the peculiar property of being very brittle. The condition of the 
carbon by the acid annealing test showed that the carbon had 
attained almost entirely to the perfectly annealed state. 

Fourtu. Steel that has been reheated and rolled or ham- 
mered need not necessarily be heated above 720° C.+ However, if 
the furnace is heated to 850°, for example, and a lot of steel is 


*Read remarks given on page 422 on the annealing temperatures of 
different alloy steels. 

+ The author has been able to get better anneals on many forged chrome- 
tungsten steels by first heating the same through for an hour or so at 850° 
to 900° C, and then holding at 720° C. 


416 THE ANNEALING OF STEEL 


charged into it, it can be brought to 720° more quickly. The 
large body of cold steel will absorb its surplus heat. 

Overheated Steel.—If steel ingots are allowed to lie in soaking 
pits or reheating furnaces at temperatures approximating welding 
heats for considerable time, the annealer’s task will be greatly 
complicated, as such steel is much harder to bring into the annealed 
state.* Bad cases of overheating or prolonged soaking at high 
heats will require two or three times as long to anneal at the 
regular temperature. There seems to be nothing to do in such 
cases but to re-anneal until the carbon is finally brought again 
into the perfectly annealed condition. 

Firtu. Some steels in the original unforged casting that 
are of the usual high-speed analysis except that the chromium is 
in excess of 5 per cent and the carbon is 0.90 to 1.20, require unusu- 
ally long periods of annealing to render them drillable. The 
annealing temperature for such steels is below 700° C. 

Sixt. Steel that has been heated to 800° to 850° C. and 
quenched quickly in water or oil will attain the perfectly annealed 
condition within thirty minutes to one hour’s time at a temper- 
ature between 620° and 690° C., whether the carbon be 0.50 or 
0.90 per cent, that is, a quenched steel anneals at a lower tem- 
perature than when unquenched, and in less time. 

Formation of Graphitic Carbon and: Black Fracture.—On 
three different occasions the author was called upon to investigate 
the temperature most favorable to the formation of graphitic 
carbon, or in other words, to ascertain the real cause of its pres- 
ence. As a result of extended experimental annealing of cold 
rolled steel he has come to assign the cause largely to annealing 
only, within a range of temperature that causes the carbon to 
assume the uncombined state. 

As mentioned, on three different occasions, three different 
lots of cold rolled steel, coming from different steel works, were 
subjected to prolonged annealings, and the progress of the ‘for- 
mation of the graphitic carbon was noted. 

In two lots, the cold rolled steel was free from even traces of 
the graphite at the beginning of the anneals. Anneals were 
continued in some instances for 100 hours, but most periods did not 
aggregate over forty hours. Anneals were interrupted at eight- 


* By reason of the very coarsely crystalline structure formed by the 
excessive heat, 
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to twelve-hour intervals to make annealing and graphite tests. 
Further, a 1.30 carbon tool steel ingot was put in a lathe and turned 
down until there was nothing left of it but a §-inch rod. By 
prolonged annealing between the range of 660° to 700° black 
fracture was produced. This was raw cast steel that had never 
been hammered or rolled or forged in any way. The conclusions 
are as follows: 

First. The higher percentages of carbon yield the black 
fracture most quickly, the range from 1.20 per cent carbon and 
above being the most favorable. Percentages under 1.00 per 
cent carbon are perhaps free from appreciable amounts of graphitic 
carbon, at least under any conditions likely to be met with in 
practice. 

SEcoND. The temperature most favorable to the quick forma- 
tion of graphite lies between 660° and 700° C. 

Tuirp. The least favorable temperature for its formation, 
within the annealing and cold rolling range, is below 600°. The 
other extreme of temperature, 720° C., is also less favorable to 
its formation, but scaling goes on so fast as to give undesirable 
finish. 

Also the naturally dark, dense color of the cold-rolled steel 
grain intensifies the blackness of the graphitic fracture, giving to it 
an even texture, making it far more apparent in the earlier stages 
of graphite formation. Graphite formation in an unworked cast- 
ing is not nearly so noticeable, although it may have progressed 
far. The precipitation seems to take place more in spots. The 
working of steel during or before graphite growth gives it an intense 
black clothlike appearance in the fracture. 

Fourtu. The reason that black fracture is associated with 
cold rolling is that during this process the steel is worked and 
repeatedly reheated within the range of temperature where 
graphite forms rapidly. The steel has really had a series of 
anneals between 660° and 700° C. 

' Firru. The longer the anneal is continued at any annealing 
temperature, the more graphite will be formed. 

Prior to cold rolling, that is, when the steel gets its very first 
anneal for softening purposes only, hold it at 700° to 720° C. 
Keep it as near the highest annealing heat as possible, as by so 
doing a quick anneal is obtained without formation of graphite. 

But when reheatings occur during cold rolling do this reheating 
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at the lowest heat practicable, for around 580° to 600° C. graphite 
does not form as fast as at 660° to 700°, nor does scale. Let the 
periods of annealing and reheating be as short as possible. 

Srxtu. By heating steel to 950° to 1000° C. for one or two hours, 
then turning down the gas so that the steel cools in the furnace 
to 660° to 700°, and continuing to anneal at the latter temperature 
for a given length of time, graphite can be eventually formed in 
steel with carbon as low as 1.04 per cent. Therefore steel that is 
to be cold rolled should not be allowed to remain long in soaking 
pits or heating furnaces at high temperatures. 

Steel containing chromium is not likely to contain graphite 
even with carbon as high as 1.27 per cent and chromium as low 
as 0.6 per cent. The author succeeded in starting a graphitic 
formation in such a steel only by heating it to 900° to 1000° C., 
for an hour or two before annealing at 660° to 700° C. In neither 
this instance nor in the case of the 1.04 carbon plain steel did 
there seem to be any appreciable tendency for a gradual growth 
of the graphite due to prolonged annealing only, even after the 
eleventh trial, making considerably over 100 hours’ anneal. 
Perhaps if these samples had been again heated to 1000° before 
each of the eleven anneals, an appreciable growth of graphite 
would have been noted. In neither instance was there enough 
graphite formed to be noticeable in the frag@ture. 

To detect small amounts of graphite dissolve 0.100 gram of 
sample in a 152.4 mm. by 16 mm. tube (6 inches by 16 mm.) 
with 4 ¢.c. 1.20 nitric acid and heat on a water bath in boiling 
water for two hours in the case of chrome steel and one hour in 
plain carbon steel. Of course, where the chromium content exceeds 
a few tenths of a per cent carbides of chromium are formed that 
are in no sense graphitic. For this reason the acid test for graphite 
is not available in such steels. Permit the solution to stand for 
several hours without agitation of the same to detect traces of 
graphite which can be plainly seen in this way in the bottom of 
the tube. 

Acid Test for Annealing.—* Dissolve 0.100 gram of sample 
in 4 ¢.c. of cold 1.20 nitric acid. Examine immediately in day- 
light. If the undissolved carbon is flaky ‘and floats about in the 
solution the steel is not annealed at all. It is in the condition 


* Reject surface drillings to the depth of at least one-eighth of an inch 
when taking a sample for annealing test. 
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in which it left the rolls or hammers. If on the other hand the 
carbon is in an extremely fine state of division, so much so that it 
does not separate in flakes at all, but rather tends to run up the 
sides of the test tube in a thin film, then the annealing is perfect 
and the steel has reached the highest degree of softness. 

In perfectly annealed steel this finely divided annealed carbon 
will remain in almost complete suspension for some minutes. 
Indeed it cannot be seen to collect and settle as flakes, but settles 
imperceptibly, after some time, so that there exists a collection 
of fine powder, rather than flakes, in the bottom of the test tube. 
An ordinary 6-inch by 15-mm. carbon test tube * is best suited 
for these tests. Then, if it is desired to examine the sample for 
graphitic carbon, the tube is put at once on a water bath in boiling 
water for one hour. By that time all of the combined carbon 
will have gone into solution and the graphite will be collected in a 
coal-black residue in the bottom of the tube. 

The operator soon learns to pronounce to an absolute 
certainty whether the steel is perfectly annealed or not. He 
also can judge whether much or little graphitic carbon is 
present. 

This annealing test is carried out in ten minutes, and enables 
the chemist to pronounce unfailingly on the quality of the annealing 
before the steel is shipped to the customer. It gives a perfect 
control over the work that is being done by the man in charge of 
the annealing. A scale of annealing can be established. It has 
been the author’s custom to call perfect annealing, 5°. Good 
enough for all practical purposes, 43°. Moderately good, 4°. 
Partially annealed, 3°, and so on. The quicker the carbon forms 
in flakes and separates, the poorer the annealing. As stated, 
perfectly annealed carbon does not separate in flakes at all. 

Annealing Test When Alloys are Present.—When from 0.1 
per cent to 1 per cent chromium is present in steel the annealing 
carbide is formed and acts differently from carbon in plain steel. 
It forms almost coal black; is not flaky; but the individual 
grains are coarser than in plain carbon steel. 

A well-annealed chrome carbide within the above chromium 
content forms in minute coal black grains that settle rapidly 
to the bottom of the test tube. The quicker the grains form, 

* Test tubes must be scrupulously clean, free from the slightest film of 
grease, or dirt, or other coating. 
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the blacker they are, and the more rapidly they settle to the 
bottom, the better the anneal. 

This peculiarity constitutes an infallible test for the presence 
of chromium in steel, but the latter must be perfectly annealed 
to show as small a quantity as 0.1 per cent chromium in 0.100 
gram of sample. More experience is required to pronounce 
on the annealing of chrome steel by the acid test. 

In well-annealed steel containing 3 per cent of chromium and 
over, the carbide is coal black but does not settle to the bottom 
nearly so fast as does the carbide found in perfectly annealed 
steel of 1 per cent chromium and under. The grains settle slowly, 
and there is a well-defined film running up the walls of the test 
tube, but the grains should be in the finest state of division. 

Plain tungsten steel, in the perfectly annealed state, gives 
practically the same appearance as ordinary carbon steel when 
tested for annealing. 

Nickel and manganese steels act exactly as plain carbon steel 
when perfectly annealed. The color of the finely divided annealed 
carbon has perhaps more of a brown shade in high manganese 
and nickel steels, but it does not settle any faster than in plain 
carbon steels. One of the greatest difficulties in annealing steel 
is to obtain uniform heat throughout the entire furnace. The 
dividing line between a good annealing heat and hardening tem- 
perature is very sharp. The author has had a piece of steel but 
2 inches long exhibit perfect annealing on one end, while the 
other end had passed into the hardening range. He has also 
another piece that shows black fracture on one end, and the other 
end less than 2 inches away shows no trace of black fracture. 
These phenomena are due to unequal temperature in the furnace. 

An annealing furnace should have several pyrometer couples 
located in different parts of it. 

Calibration of Pyrometer Couples.—Pyrometers should be 
checked at regular intervals. The most convenient method is 
to use the freezing-point of ¢.p: sodium chloride. This substance 
freezes at 804° C. A few ounces of the salt can he heated some- 
what above its melting-point in a muffle furnace. The salts should 
be melted in a good clay crucible of low iron content such as the 
best grade of Denver crucible. The crucible is removed quickly 
from the furnace and placed in a receptacle made of infusorial 
brick of just the right size to hold the crucible. The apparatts 
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ean be covered with a non-heat conductor provided with a hole 
to admit the fused end of the couple. The bare wires of the 
platinum-rhodium couple can be put directly in the fused salt. 
The temperature of the molten salt is then read every ten seconds; 
and when the drop in temperature remains stationary for 100 
seconds, this reading is taken as the freezing-point. If the 
galvanometer of the instrument reads lower than 804° C., this 
number of degrees must be added to its future readings. If it 
reads so many degrees higher than 804° C. its readings are 
reduced by that amount. 

If desired, the instrument can be also calibrated against the 
freezing-point of potassium sulphate (K2SO4). which freezes at 
1072° C. And for a low range, against that of potassium nitrate, 
which freezes at 337° C. Taking all three salts, three freezing- 
points are obtained from which a curve can be plotted. 

The freezing-point of salt (NaCl) is the most accurate one 
of the three. Fresh salts should be used each time. Barium 
chloride c.p. (anhydrous) freezes at 955° C. This salt can also be 
applied to the purpose. 

It should be stated that the ten second interval in the readings 
of the dropping temperature was chosen because it was found that, 
with the heat insulation chamber used, the temperature dropped 
at regular intervals of ten seconds. This interval of drop can be 
lengthened by increasing the thickness of the chamber walls ard 
shortened by using a thinner layer of infusorial earth in the walls. 

In like manner a change in the heat insulation layer will change 
the time period of the much longer pause noted above and that 
occurs when the salt freezes. 


CHAPTER XVII 
Part II 


(1) FURTHER ANNEALING TEMPERATURES. (2) SURFACE 
DECARBONIZATION 


SUPPLEMENTING the annealing temperatures given on page 
415, one can calculate approximately the best annealing 
temperature for manganese and nickel steels by deducting from 
720° C., 184° for every per cent of manganese or nickel present; 
and on account of the similarity of cobalt to nickel the pre- 
sumption is that the rule holds good for cobalt also. To deter- 
mine exactly the best annealing temperature, one should first 
determine the critical point of the steel and then anneal it just 
under the critical point (Arg). If one has no apparatus for critical 
point, then recourse can be had to thé’above calculation. The 
result can be checked by the acid annealing test given on pages 
418 and 419 and the annealing trials continued until the chemical 
test shows the annealing is perfect. 

Annealing Temperature for Chrome-Manganese Steel and 
Chrome-Nickel Steel.—In such steels there exists two independent 
annealing temperatures, that is, the steel must be given an anneal- 
ing as though it were chrome steel or first soaked at 850° C. and 
then held at about 720° C. and then the temperature should be 
lowered and the nickel annealed as though it were a manganese 
steel, or a nickel, or cobalt steel, only. 

Some of these manganese-chrome steels require as low as 
350° to 450° C. to soften the manganese combination therein. 

Twelve per cent nickel steel of low carbon (0.50 per cent 
carbon) anneals well at about 500° C. Highly alloyed chrome- 
tungsten-vanadium steels with carbon over 1 per cent, alloyed 
further with 2 or 3 per cent of copper, must first be annealed 
for some hours at about 850° C. and then, curiously enough, 
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must be given as low an annealing as though 10 to 13 per cent 
of manganese were present. It is necessary to perform the 
annealing in this way before the steel can be drilled at all, even 
with the best Rex AA drill. The same kind of a steel with low 
carbon of about 0.60 per cent C. does not require the low anealing 
temperature. This is a striking example of the fact that carbon 
has a marked influence on the annealing temperature in some 
cases. 

The Formation of ‘‘ Bark” or Decarbonized Surface on Pipe- 
Annealed Steel.—Several years ago the author investigated the 
cause of this troublesome soft surface and his conclusions were 
published in the following paper: 


THE FORMATION OF WHITE SCALE ON STEEL AND THE SURFACE 
DECARBONIZATION OF PIPE-ANNEALED STEEL * + 


When bars of steel are annealed in pipes, with charcoal, to 
produce a scale-free, frosted, metallic finish, there is frequently 
found at the surface of the metal a coarsely crystalline structure 
H, G, Fig. 34, that is much lower in carbon content than the 
remainder of the bar. Such steel will not harden file-proof on 
the outside. It is rejected for that reason by makers of twist 
drills, though this defect be so slight as to require a magnifying 
glass for its detection. 

In pipe-annealing the bars are’ put in a steel tube that is 
welded shut at one end. The spaces between the pieces are 
filled in with wood charcoal. The open end of the pipe is plugged 
with fire brick, fire clay, and a disc of plate steel. A small vent 
hole is located at one end of the pipe to permit the escape of the 
large quantity of carbon monoxide that is generated by the 
reaction between charcoal and the air yet remaining in the vessel. 
As apparently dry charcoal often holds considerable moisture 
in its pores, some water vapor must also be liberated. | 

The superficial decarbonization G, H, I, Fig. 34, is at times 
much more pronounced than at others. The author became 
interested to investigate the process with a view to discovering 


*From a paper read at the March, 1909, meeting of the Pittsburgh 
Section of the American Chemical Society. 

+ Reprinted from the Journal of Industrial and Engineering Chemistry, 
Vol. I, No. 7, July, 1909. 
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the primary cause of this very objectionable feature of annealing 
in a closed tube. 

In the first place it was soon noted that the condition fre- 
quently exists in steel before it reaches the annealer, due to 
forging at too high temperatures. 

Again, it was deemed possible that the scale, always existing 
on the steel when it is put in the pipes, might react with the 
charcoal to form COs. Further, that the latter gas would, under 
the existing conditions, decarbonize the steel by the reaction 
CO2+C =2CO. 

To test this theory some five-eighth inch Rd., high-carbon 
steel rods were placed in a porcelain tube and heated for eighteen 
hours with a slow stream of pure, dry carbon dioxide passing 
through the enclosure. The following points were noted: 

First. A glittering black scale was produced on the fractured 
or otherwise unpolished surfaces of the bars. On fracturing 
the latter, a distinct ring of coarse crystals was found to exist 
at the margin of the fractures. This scale has a curious prop- 
erty of adhering in a thick, sparkling black mass on rough 
fractured surfaces, but when polished steel is exposed, at a red 
_ heat, to the attack of COz2, only a black discoloration resulted. 
The scale referred to, proved. on analysis, to be Fe304. This 
experiment showed that carbon dioxide may cause “bark” 
(surface decarbonization) but not to a marked enough extent 
to offer a satisfactory explanation.., 

Sxconp. Some pieces of the same bar were heated in a stream 
of pure, dry hydrogen. A frosted metallic surface was produced 
and also a slight ‘‘bark.’”’ Hydrogen, therefore, will decarbonize 
steel by forming hydrocarbons. 

Turrp. Next, a piece of the bar was heated in the closed 
porcelain tube, packed loosely with charcoal. First air was 
expelled, but, as the heat attained slight redness, large quantities 
of CO escaped at the outlet end. After an eighteen-hour heat- 
ing, at about 750° to 780° C., a handsome frosted, metallic 
surface had displaced the black oxide and much decarbonization 
was noted. The carbon content of the bar before annealing 
was 1.08 per cent. The decarbonized zone yielded but 0.84 
per cent. 

Fourtu. Thinking that CO gas might be the active agent in 
(3), a small clay boat was filled with about a tablespoonful of 
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charcoal. The boat was then placed in the tube with a piece 
of the steel and the usual period of heating followed. The result 
was the same as in the third experiment. 

Nore. Annealing in a stream of natural gas produced a sooty exterior 
and a heavy “‘bark”’ (see J, Fig. 34.) 

Firtu. The fourth trial suggested annealing a piece of steel 
in an EMPTY, CLOSED TUBE With no CHARCOAL or other reducing 
substance. No attempt was made to remove the air except as 
it was partially driven out at the vent end by expansion. The 
only precaution taken was to prevent indrawing of more air, at 
any time, while the tube was hot. The same result was obtained 
as is shown in the white bars at C, Fig. 35, that is, an aluminum- 
like surface with great decarbonization underneath. This experi- 
ment was repeated with steel containing but 0.10 per cent carbon 
and also with steel containing large quantities of chromium and 
tungsten. The 0.10 carbon steel is given at B, Fig. 35. 

The author felt that he had now reached the first goal and that 
the most active agent in surface decarbonization is the rust or 
scale which is actually reduced to metal at the expense of the 
carbon in the steel to which it adheres: 


4C+ Fe304=3Fe+4CoO. 
ee 

In this connection the question arose, would steel with an 
extra heavy, loosely adhering scale perform in like manner. Or, 
in other words, is close contact necessary for reduction. To 
settle this query a small piece of quarter octagon of saw analysis 
was given a prolonged heating in an open muffle at about 850° 
C. This treatment blistered the bar with a thick scale that 
was so loose that the sample had to be transferred to the anneal- 
ing tube quite carefully to prevent the scale from being jarred 
off. After fifteen hours’ heating no change was noted, that is, the 
scale was still black. After a second heating of eighteen hours 
the surface of the scale presented a slight grayish caste. After a 
third period of eighteen hours’ heating it was found that the heavy 
black scale was gone and, in its place, a white, loosely adhering, 
aluminum-like scale existed on the steel. Here, apparently, 
the black scale had begun to reduce on its top surface first. 

This fact pointed to the existence of a reducing gas in the 
tube. 
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Srxtu. The author then placed a piece of high-carbon steel in 
the tube, together with a porcelain boat containing some hard, 
semi-fused iron oxide obtained from a carbon combustion of 
steel drillings in oxygen. This hard, baked mass D, Fig. 34, 
was given eighteen hours’ heating at a temperature of about 850° 
to 900° C. The porcelain boat was removed and found to contain, 
instead of a dense baked mass, a loose, friable substance, and 
that the volume of it exceeded the original about 23 times. The 
steel that had been in the tube was then fractured. lt was 
exceedingly tough and disclosed a heavy surface decarbonization 
G, Fig. 34. The loose sponge of oxide was put back in the tube 
with a fresh piece of steel and-given a second heating. This 
time the substance EH, Fig. 34, in the boat had become light- 
gray in color and was no longer friable but was now adherent 
and almost sticky in its clinging fibers. This material assayed 
98 per cent metallic iron and, on being cut with a knife blade, 
presented a metallic luster. It occurs that here is a means of 
preparing pure metallic iron from pure oxide by heating it in a 
closed tube with a sealed vent (the author used concentrated 
sulphuric acid for a seal), together with a piece of low sulphur, 
high-carbon tool steel. Before turning off or lowering the heat 
it is, of course, necessary to close all vents perfectly, otherwise 
air will be drawn in the tube and metallic, iyon surfaces will lose 
the aluminum-like luster and become blued. Metallic iron so 
prepared should certainly be free of occluded hydrogen, which 
constitutes an objection to electrolytic iron. Some specular iron 
ore was ground to a red powder and then reduced to a gray 
powder in this way. 

A piece of steel A, Fig. 35, that had been lying in water for 
weeks and was covered with both black and yellow oxides was 
heated in an empty, sealed tube. The result was a white me- 
tallic surfaced sample. A piece of blue steel was heated four 
hours in an empty tube and the blue surface was replaced by a 
white aluminum-like one. 

SeventH. Further experiments developed the fact that this 
white scale forms much more rapidly at high temperatures, that 
is, those above 700°. The higher the heat the more rapid the 
transformation from rust and black scale to the white and 
metallic scale. This white scale takes on the white appearance 
long before it is entirely reduced to metal. The author has had 
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white scale that would be brittle and grind to a black powder. 
However, when the reduction is complete the scale is no longer 
brittle and cannot be powdered, but is entirely metallic in its 
properties. 

Ereutnx. The corollary from the fact that white scale forms more 
slowly below 750° C. is that, at still lower ranges, pethaps below 
650°, it may not form at all. Further experiments covering this 
point will be made. 

Nintu. By annealing steel in a closed tube with a small vent 
to permit egress of gases but sealed against ingress cf air, at 
temperatures close to 700° C., the surface decarbonization is so 
sight that no ring of coarser crystallization can be detected. 
Only a cupped effect can be noted around the margin of the 
fracture (see F’, Fig. 34), yet such steel will take on a suggestion 
of the aluminum-like finish. Here the surface decarbonization 
is confined to the thinnest skin. Such steel hardens file-proof 
immediately under this extremely thin zone. 

TentTH. By annealing steel that had been polished free of all 
rust and scale, in a tube from which aLL oxycENn had been 
expelled by CO, no surface decarbonization was noted and the 
steel hardened file-proof. The CO was generated by heating 
wood charcoal. 

Eveventu. A rod of polished steel was dipped in a solution 
of copper sulphate until it was plated with metallic copper: 
After heating this rod in a closed tube, without expulsion of the 
air, for a few hours, the rod was removed from the tube and was 
found to be coated with a handsome appearing metallic copper. 
During this experiment the tube was sealed against ingress of 
oxygen. 

Twe.trru. By heating tungsten trioxide in a closed porcelain 
tube, and together with, but not in contact with, either a piece 
of steel or steel drillings, the author was able to produce metallic 
tungsten powder of 99.98 per cent purity. The temperature 
required for this experiment was 1100° C. The tungsten oxide 
was in one porcelain boat and the steel drillings were in another. 


CHAPTER XVIII 
Part I 


THE COMPLETE ANALYSIS OF LIMESTONE AND MAGNESITE 


(1) Dissotve 0.9 or 1.0 gram of the sample in 50 c.c. of 
1:1 HCl in a No. 5 (4% inch) covered dish. Boil until all 
action is over, remove the cover and evaporate to dryness on 
the graphite bath; heat until the smell of acid is practically all 
gone. Cool; add 40 c.c. of 1:1 HCl; cover; boil with the 
lid on and evaporate to 20 ¢.c.; add 50 ¢.c. of water; boil with 
the cover on for a few minutes; add ashless paper pulp; filter; 
wash, first with dilute 1 : 40 HCl, and then with water until 20 
drops of the washings do not give even a slight milkiness with 
silver nitrate solution. Smoke off the paper in a platinum 
crucible and then raise the heat to bright redness until all black 
is gone and the ash in the crucible is from at pure white to a gray 
depending on the grade of the limestone. Weigh the ash after 
it has been cooled in the desiccator and calculate it as insoluble 
residue. Fuse this insoluble residue, which consists of silica 
contaminated with some lime, oxide of iron and magnesia, with 
twenty times its weight of anhydrous sodium carbonate; dis- 
solve the residue out in water in a platinum dish with heat or 
in porcelain in the cold in HCl if no platinum dish is available; 
acidulate the water solution with an excess of HCl; heat with 
the lid on until all spraying due to the escape of carbon dioxide 
1s over and evaporate to hard dryness, twice, filtering after each 
evaporation. Moisten the residue in the dish with 10 c.c. of 
conc. HCl; heat; add 50 c.c. of water; boil five minutes; add 
a little paper pulp; filter and wash as in the case of the insol- 
uble residue; ignite until the ash is pure white and weigh as 
pure silica. As an extra precaution against the presence of 
sodium salt it is more accurate to volatilize silica as in steels 
with HF and a few drops of HsSO4. 
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(2) The filtrate from the pure silica is added to the main 
filtrate and washings obtained from the insoluble residue. These 
combined filtrates contain all of the calcium, magnesium, iron, 
and aluminum. A slight excess of ammonia is added to the 
nearly boiling filtrates to precipitate the iron and aluminum. <A 
‘little paper pulp is well stirred in; the hydroxides are filtered 
off; washed with water; redissolved, and precipitated as before 
to insure the complete separation of the calcium and magne- 
sium from the iron, etc. The reprecipitated iron, etc., is washed 
free of chlorides with water and ignited to a constant weight in 
a platinum crucible as Fe2O3, AlzO3 and calculated as such to 
percentage. 

The filtrates from the double precipitation of the iron are 
combined, evaporated to 600 c.c., heated to boiling, and the 
calcium is precipitated with 50 c.c. of a saturated solution of 
ammonium oxalate. This amount of oxalate is added not only 
to precipitate the calcium but to insure an excess of the oxalate 
in sufficient quantity to hold the magnesium in solution as the 
latter is soluble in an excess of the oxalate. When magnesium 
is present in considerable quantity, it has a decided tendency to 
precipitate some time after the oxalate is added, forming crusts 
of magnesium oxalate. To reduce this formation to a minimum, 
the excess of free ammonia should be small. Do not boil the 
solution after the ammonium oxalate has been added. Always 
redissolve and reprecipitate the oxalate of calcium as described 
in the method and in the way just given, avoiding much excess 
of free ammonia. 

The oxalate of calcium should stand for at least several hours 
when it is filtered off, after mixing it with considerable paper 
pulp. Wash it with oxalate water (5 grams of ammonium 
oxalate dissolved in 500 c.c. of water) until the washings, acidu- 
lated with a few drops of nitric acid, fail to give a reaction with 
silver nitrate. The calcium oxalate, to insure against the co-pre- 
cipitation of a portion of the magnesium, should be dissolved 
in HCl, the filter thoroughly washed and the calcium reprecipi- 
tated as before, this time adding 25 c.c. of the ammonium 
oxalate. The reprecipitated calcium oxalate is filtered, washed, 
ignited, and finally blasted to constant weight as calcium oxide, 
which weight multiplied by 1.7847 gives the equivalent weight 
of calcium carbonate which is calculated to percentage as such. 
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The filtrates and washings from the two precipitations of 
the calcium oxalate are combined and evaporated to about 200 
c.c. in the case of limestone, or to about 400 c.c. if magnesite. 
The solution, which should contain no crystals, is made slightly 
ammoniacal and 20 ¢.c. of a saturated solution of microcosmic 
salt are added if the sample is limestone; if it is magnesite, 50 ¢.c. 
of the latter salt are used. The volume is then increased one- 
third with strong ammonia. The solution and precipitate are 
given a prolonged stirring, especially if the precipitate is slow 
in forming. After twelve hours have elapsed the ammonium 
magnesium phosphate is filtered off and washed free of chlorides 
with a mixture of 80 ¢.c. of cone. ammonia, 400 c.c. of distilled 
water and 5 grams of ammonium nitrate. The washed pre- 
cipitate is smoked off in a platinum crucible and then the heat 
is raised to bright redness. The residue in the crucible is stirred 
from time to time until it is finally pure white. It is cooled 
in a desiccator and weighed as magnesium-pyrophosphate, 
which multiplied by 0.7572 gives the equivalent weight of mag- 
nesium carbonate. 

The calcium oxide and the magnesium pyrophosphate, after 
having been ignited to a constant weight, should be dissoived 
in HCl and the milligram or two of silica that is almost invariably 
present should be filtered off, washed, weighed, and deducted 
from the calcium oxide and the magnesium phosphate before 
the final calculations to carbonate are made. 

The filtrates and washings both from the calcium oxalate 
and the ammonium magnesium phosphate should be tested in 
every instance with further additions of the precipitants to 
make sure that precipitations have been complete. 


SOME ANALYSES OF LIMESTONE 


No. 1. | No. 2. | No. 3. | No. 4. | No. 5. | No. 6. 

% % % % % % 
Calcium carbonate............. 94.20 93.21 |94.71 |98.80 |81:35 |90.30 
Magnesium carbonate.......... Lso1.) 1e44.) 2.02 |)0.264)3.08>) 1.86 
Oxides of iron and aluminum... .| 0.09 | 3.20 |; 1.46 | 0.26 | 3.12 | 2.46 
Silica or insoluble residue....... 4.16 11-80 1 140s Orsi Wie 6Sale5 26 


Samples Nos. 2, 3, and 4 are good limestones for basic open hearth pur- 
poses, being low in silica and over 93 per cent in calcium carbonate. Nos. 1 
and 6 are doubtful and No. 5 is distinctly bad. 
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SOME ANALYSES OF MAGNESITE. (Burnep) 


No. 1. | No. 2. | No. 3. | No. 4. | No. 5. | No. 6. 
Magnesium oxide (MgO)....... 85.09 |83.33 |85.09 |83.21 |86.19 |84.44 
Calcium oxide (CaQ).......... SHO LOPsznomes | 4ua2 | 2060) leaned 
Silicat(SlOs) Rene eee ae PeOtaelelG ated. 3700 4 4°59 600 
Oxides of iron and aluminum 
ABes Os Als Og) eee cdvers oes. 8.38 | 8.22 | 8.38 | 8.92 | 5.52 | 5.90 
HENLONBIOSS ematen eae ci, icici Foca |eesTe Le 


In determining the magnesia in burned magnesite lime and fire-brick 
multiply the weight of Mg,P2.0; obtained by 0.36206 to obtain the e:uivalent 
in magnesia (MgQ). 


FIRE-BRICK ANALYSES. (Simica Brick) 


No. 1. No. 2. 

Per Cent. Per Cent. 
llc a emcire Neca tate tas ees SARE he Siw 96.12 95.99 
Oxides: of ironand aluminum ..3.%.«..... 0% 2.00 iL 
(CaleiimpOsideeee eae. ew ache alee Sta date oases 1.50 1.88 


Tue VOLUMETRIC DETERMINATION OF CALCIUM 


The calcium oxalate obtained as given in the gravimetric 
method is washed free of chlorides with water alone. The 
oxalate is washed off the filter as far as possible with a fine jet 
of water into a beaker. The oxalate remaining in the filter 
paper is dissolved out with 40 to 50 ¢.c. of 1:38 sulphuric acid 
and this acid solution is allowed to run into the beaker con- 
taining the main oxalate of calcium. The filter is thoroughly 
washed with 1 : 20 H2SO4. The filtrate and washings are warmed 
until all of the calcium oxalate is dissolved. The solution is then 
diluted to 350 ¢.c. with water and heated nearly to boiling and 
titrated to a faint pink with N/10 KMn0Og, 1 ¢.c. of which is 
equal to 0.0020035 gram of Ca. 


CaC204+HeSO4=CaSO4+HeC204. . . . (1) 


By Gy 1 Ca equals 1H2C204. 
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By the equation 2KMnOg + 5H2C204 + 3H2S804 = KoSO4 
+2MnS04+8H20+10C02; 2KMn0O4=5H2C 204, hence 2KMnO4 
=5Ca, or 316.06 parts by weight of KMnQO, correspond to 
200.35 parts of calcium, or 3.16 grams of KMnO4, N/10 dissolved 
in a liter volume will have a value of 1 c.c. equals 0.002 gram 
of calcium. 


CHAPTER XVIII 
Part II 


THE ANALYSIS OF OPEN-HEARTH BOTTOM SAND 
AND FIRE-BRICK 


THE sample is ground to the fineness of flour in an agate 
mortar. It is then dried for one hour at a temperature of 105° 
to 110° C. While the dried sample is still warm, it is put into a 
clean, dry glass-stoppered bottle, where it is cooled before using. 
One gram and, for a check, 0.9 gram are taken for the analysis, 
being weighed into 30 c.c. platinum crucibles together with 
10 grams of anhydrous sodium carbonate. This flux is well 
mixed with the sample by stirring it with a wire. The thorough 
mixture of sample and carbonate is heated gradually to redness 
and kept. at a bright red heat until the mass in the crucible, 
which should be in a molten state, is in quiet fusion, that is, 
with no bubbles of COz escaping. 

The melt is then cooled, and the crucible and contents are 
placed in a platinum dish, containing about 100 e.c. cf water 
which is kept just below boiling until the fusion is dissolved, 
leaving only a stain in the crucible and a floating mass in the 
dish which should be free from grit. The dissolved fusion is 
then transferred to a 600 c.c. casserole and acidulated with 
50 c.c. of cone. HCl, keeping the casserole covered with a watch 
glass during the very gradual addition of the acid. (In case a 
platinum dish is not at hand, dissolve the fusion in a casserole, 
in an excess of 1: 1 HCl.) 

The crucible in which the fusion was made is warmed with 
5 e.c. of 1: 1 HCl in it, to dissolve the traces of iron that still 
adhere to its inner walls. These cleanings are added to the 
main part in the casserole which is now warmed with the cover 
on until the carbon dioxide is mainly expelled. The watch glass 
cover of the casserole is rinsed off and evaporation to dryness 
follows. To render the silicic acid insoluble, the dry residue in 
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the casserole is given a further heating at a temperature of about 
120° GC. for an hour. Care should be taken not to exceed this 
temperature to avoid the possibility of loss of iron by volatiliza- 
tion of its chloride. 

The thoroughly baked residue is cooled; moistened with 
conc. HCl, using about 20 c.c. of the acid, to dissolve the oxides 
of iron and aluminum; heated with the cover on to insure 
complete solution of the oxides; warmed with 200 c.c. of dis- 
tilled water for a half hour with frequent stirring to secure as 
nearly as possible a perfect extraction of the large quantity 
of sodium chloride formed. Ashless filter pulp is added to the 
extraction, after it has been cooled, and stirred in with the now 
insoluble silicic acid. The mixture of pulp and silicic acid is 
poured on a double 15 cm. filter, that is, on to a filter consisting 
of two papers folded together. Such a filter will invariably 
secure more rapid and perfect filtration in the long run than a 
single filter. 

The pulp and precipitate are washed, alternately, with water | 
and 1:20 HCl until the washings are free from iron test, no 
longer giving a reddish tint with potassium sulphocyanate solu- 
tion. Then the washing is continued with cold water until a few 
drops of the washings yield no white turbidity when tested with 
a water solution of silver nitrate. The filters and pulp are then 
removed to an air bath and dried at 120° C. until most of the 
water is gone. The filtrate and washings are evaporated to 
dryness, warmed with acid, leached with water, filtered, washed 
free of iron and chlorides, as before, to obtain that part of the 
silicic acid that may have escaped complete dehydration in the 
first evaporation. 

The filtrate and washings from this second filtration are 
retained for the main part of the iron, aluminum, calcium, and 
magnesium. ‘This filtrate and washings for reference are desig- 
nated as A. The residues on the filters from the first and second 
evaporations, after having been freed from the excessive amount 
of wash water retained by the pulp, by drying in the air bath, 
are placed in as large a platinum crucible as is available and the 
volatile matter in the paper is smoked off, cautiously. The 
crucible is then brought slowly to redness and the heating is 
continued until the ash in the crucible is pure white. The blast 
is applied for ten minutes, the crucible is cooled in the air for a 
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moment, and placed in a desiccator until entirely cold, when it 
is weighed. The crucible is blasted again, cooled, and weighed 
until a weight is obtained that does not differ from the last 
weight more than 0.0002 gram. This weight is taken as the 
final weight of the total silica together with a few milligrams of 
the Ca, Mg, Fe, Al, Ti, and a little of the sodium salts that 
cannot be entirely washed out. The true silica is then gotten by 
the loss of weight by volatilization with about 20 c¢.c. of hydro- 
fluoric acid and 10 drops of cone. sulphuric acid, as in steels. 
The HF is added a little at a time to prevent loss by too violent 
escape of the silicon fluoride. The evaporation is carried on in a 
good draught until thick fumes of the sulphuric anhydride appear. 
It is advisable to evaporate off the HF in a specially prepared 
place to prevent the etching of the hood windows. Such an 
arrangement can be built in a wide chimney in the form of an 
arched space. The author places therein a large agateware pan 
filled with a layer of graphite. To provide a clean spot on 
which to stand each crucible a number of nickel disks or lids of 
nickel crucibles are arranged on top of the graphite. The pan is 
heated with a Bunsen burner. About two feet above the pan, 
supported by offsets in the brickwork, is a hard asbestos board one- 
quarter inch thick, which entirely prevents any foreign matter 
from falling into the open crucibles during the evaporations. A 
still better plan is to construct a small reverberatory furnace, lin- 
ing it with asbestos board, heating it from above by a flame 
behind a bridge wall. Of course such a furnace is never allowed to 
get above a drying heat for these evaporations. Fig. 36 shows 
the construction of such a furnace, which with natural gas and 
compressed air can be brought to 1300° C., or can be kept at a 
mere desiccating heat by burning a small yellow flame in the 
combustion chamber C. 

When the fumes of sulphuric anhydride no longer appear, 
the crucible is removed from the drying chamber and heated to 
low redness only, in order to drive off any remaining sulphuric 
acid, and yet not hot enough to volatilize any sodium salts that 
may have contaminated the silica and remained behind after the 
latter was evaporated away as fluoride. The crucible is then 
cooled in the usual way by placing it, while it is still warm, in a 
desiccator and then weighing it when cold. This weight. is 
deducted from the previous weight of the crucible and its con- 
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tents obtained by blasting to a constant weight. The difference 
so obtained is calculated to percentage as silica. 
If the analyst wishes to be entirely certain that all of the 
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silica has been completely removed, he should repeat the evapo- 
ration with HF, using but 10 ¢.c. of the acid and also 10 drops 
of the H2S0. If the crucible does not lose any weight on the 
second evaporation and ignition then the operator has proved 
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the work. As previously stated, the residue in the crucible, 
after these evaporations, may contain traces of all of the elements 
present in the sand except silica. Therefore, the residue is fused 
with twenty times its weight of the sodium carbonate and is 
dissolved out as in the original main sodium carbonate fusion 
of the sample, and the acidulated fusion and the cleanings of 
the crucible are added to filtrate A which will now contain the 
total Ca, Mg, Al, Fe, and Ti in the sand or brick. 

Filtrate A is now evaporated to 350 c.c., heated to nearly 
boiling and filtered; 1: 1 ammonia is added to it until it smells 
slightly but distinctly of ammonia. Much excess of ammonia 
will prevent a part of the aluminum hydroxide from precipi- 
tating. To avoid the tedium of long boiling, add the slightest 
possible excess of ammonia. If the solution smells strongly of 
ammonia, then the excess of the latter should be neutralized 
with some HCl. Having the conditions of alkalinity just right, 
the solution is boiled for five minutes, the beaker is removed 
from the fire and some paper pulp is stirred in, in large or small 
quantity according as the precipitate seems large or small. 
The precipitate, which will contain all of the Fe, Al, Ti, and 
P in the sample, is filtered off on a double filter and washed 
with a solution consisting of 5 grams of ammonium nitrate dis- 
solved in 500 c.c. of water. This is continued until the washings 
do not give the test for chlorides with silver nitrate. The precip- 
itate is dissolved off the filter with hot HCl and reprecipitated 
as before with ammonia; filtered, and washed. The second 
precipitate is burned off and blasted to a constant weight as 
in the case of the silica. The weight obtained is recorded as 
Fe20s3, AlsOs, TiO>g. 

The combined oxides are then dissolved by prolonged heating 
with conc. HCl, and if any white, floating residue remains insol- 
uble it is filtered out; washed thoroughly in the same way as 
the main silicic acid, weighed, deducted from the total weight 
of the iron oxide, etc., and added to the total silica. The filtrate 
from this milligram or two of silica is reduced with stannous 
chlo.ide and the iron titrated with the dilute potassium dichro- 
mate, page 442, or converted to sulphate and passed through 
the reductor (page 365), to obtain the amount of iron present. 
The latter is then calculated to ferrous oxide, FeO. It is also 
calculated to Fe203 and deducted from the total oxides of iron, 
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alumina, etc. The remainder is calculated to percentage as 
oxides of Al, etc. (Al203, TiOs, etc.). 

The filtrates and washings from the two precipitations of the 
iron and aluminum are analyzed for lime and magnesia exactly 
as directed for limestone, beginning at the point where the com- 
bined filtrates from the double precipitations of the iron are 
combined, heated to boiling, and the calcium is precipitated 

with a saturated solution of ammonium oxalate, the only differ- 
“ence being that the lime content is only a per cent or two so that 
but 25 c.c. of the ammonium oxalate are used to precipitate the 
calcium present. 

The ignition loss is obtained by blasting 1 gram of the sample 
to a constant weight. The first weight is taken after ten minutes’ 
blasting. The sample is then blasted for five-minute intervals, 
until it either no longer loses more than 0.0002 gram or begins to 
gain weight. 

When analyzing sand or brick, blanks should be run includ- 
ing the fusing of 20 grams of the carbonate of sodium and the 
putting of the solution of this melt through every operation. 
The iron, silica, ete., so found should be deducted from that 
found in the sample. There is almost certain to be some iron 
and silica obtained from the chemicals and glassware. 


¢ & 
Some Analyses of Sands. No. 1. No. 2. No. 3. No. 4. No. 5. 
% % % % % 
Temitiont] oss'a.ayenirioee ree eee 0.40 0.47 1.20 O02 6445855 
Silica maar Semen aa. KES LE 98.08 | 95.86 | 94.00 | 96.86 | 95.86 
Oxides of iron, aluminum, etc....| 1.87 | 2.84 4.4 2.22 | 4.86 
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Sand No. 1 is not suitable for open hearth bottoms, as it does not bond 
well with the bottom but floats into the slag and, as a result, the steel bath 
cuts through the bottom in places. No. 3 is a good sand as it contains just 
about the right amount of oxides of iron, ete., to bond well. No. 5 should 
also be a good bottom sand. 


TITANIUM 


Titanium is a frequent constituent of fire-brick. The best 
way to determine this element is to obtain the total iron and 
aluminum from a separate 1-gram portion. The hydrochloric 
solution of this iron, etc., is then fumed with 60 e.c. of 1:3 


TITANIUM IN SAND 441 


sulphuric acid and this residue is then analyzed as given for 
titanium either by color or gravimetrically as in steels. 


ANALYSES OF MAGNESITE BRICKS 


' Good Brick. Poor Brick. 

Per Cent. Per Cent. 
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Fe,O3 Bon G SIS. GOI 6 O15 OTRO ONIOICEET IO CEC DEPRES O Oat Al 10.85 
AIAG so ocd 8S Sa Rrra neve 0.52 1.39 
CORN Die. ies Sito fae Cae Le 2.59 2.76 
Be UE NOR Rr tbtaie ls BSE Loos doin o8 89.15 78.84 


CHAPTER XVIII 
Part III 
THE ANALYSIS OF IRON ORE 


Metallic Iron.—Dissolve 0.400 and 0.500 gram of the floured 
sample (dried at 105° C.) with mild heating in 40 c.c. of cone. 
HCl until the insoluble residue is white and floating and free 
from any dark-colored grit. When the insoluble portion shows 
no further change, the total sample is transferred to a porcelain 
dish and evaporated to dryness, in case the insoluble part is not 
pure white. This evaporation must be done under mild heat to 
insure against volatilization of iron chloride. Redissolve with 
20 c.c. of cone. HCl, using heat and keeping the dish covered. 
Add 50 ¢.c. of water, stir in a little.ashless paper pulp, filter, wash 
with dilute HCl until the washings are free of iron test with 
KCNS. The filtrate and washings will contain all of the iron 
if the residue is pure white before the evaporation; but if it is 
the least bit colored there is possibility of it retaining some of the 
iron. It is at all times advisable, for close work, to burn the paper 
off until all black due to carbon is gone and then fuse the ash with 
twenty times its weight of sodium carbonate at a bright red heat 
fora half hour. This renders all of the iron, in the shape of silicate 
or titanate, soluble in HCl. The fusion is then dissolved out 
with a little water, an excess of HCl is added, and the solution 
is evaporated again to dryness, redissolved, filtered, and washed 
exactly as described for the original main sample. This filtrate 
and washings will contain all of the iron, if any, that remained 
in the original insoluble portion; it is added to the first main 
filtrate and washings obtained after the first evaporation to 
dryness. These combined filtrates and washings are concen- 
trated to 200 c.c. and heated to nearly boiling in a beaker. Stan- 
nous chloride is added a drop at a time, with stirring, until the hot 
solution is water white, and then not more than 2 or 3 drops in 
excess. Place the 600 c.c. beakers in cold water until room tem- 
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perature is attained. Then as each test is about to be titrated, 
add to it 40 c.c. of mercuric chloride solution and stir well. This 
should produce a silky white precipitate of mercurous chloride, 
taking care of the excess of the tin chloride. It is undesirable 
to have a large excess of the tin chloride, as there is danger of 
producing a gray precipitate of metallic mereury which renders 
the titration inaccurate; and again a huge precipitate of mer- 
curous chloride is undesirable. 

The solution being properly reduced, it is titrated with a stand- 
ard solution of recrystallized potassium dichromate, until two or 
three drops of the solution of the ore no longer give a blue spot, 
test with the ferricyanide indicator but an orange color, instead. 


ReEpucTION BY MeErTaLuic ZInc AND TITRATION WITH 
b- PotTassiuM PERMANGANATE* 


After getting the ore in perfect solution by any of the fore- 
going means, the solution is converted to sulphates by evapora- 
tion to thick white fumes with 80 c.c. of 1: 1 HeSO4. The iron 
sulphate is then dissolved again by heating to boiling for some 
time with 100 c.c. of water. The solution is transferred to an 
800 c.c. cone flask and diluted to 200 c.c. A stream of COs is 
passed through the flask. A total of 40 grams of zinc are added 
in portions to reduce the ferric iron. Heat, when the action of 
the zine becomes slow, and continue to pass the CO2 until the 
zine is all dissolved. Cool to room temperature with the COe 
passing. The COs is purified by passing through two wash 
bottles as illustrated on page 359, photo No. 30. 

A blank of the same amounts of sulphuric acid and zine should 
be run. In a blank the action, toward the last, is very slow, 
and when there remains only about 0.5 gram of zinc, undissolved, 
the heat can be shut off and the solution cooled; a stopper is 
placed rather loosely in the flask and the latter is then let stand 
at room temperature until the next day, when the zine will have 
completely dissolved and the blank can be titrated and deducted. 
The iron can be reduced with aluminum as described for uranium 
on page 359. 

Use of the Reductor.—The most convenient way to reduce 
the ferric solution is by use of the well-known Jones reductor. 

* 3.16 gram KMn0O, to one liter of distilled water: 1 c.c.=about 0.00556 
gram Fe. 
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The sulphate solution of the iron is passed through the reductor 
at a standard speed which must be rather slow. The operator 
should determine the speed in drops per minute by passing a 
solution of a standard ore through the apparatus at the speed 
and volume that will give the iron value per c.c. for ¢.p. per- 
manganate of potassium. See page 365 for further details con- 
cerning the reductor. (See also page 366.) 

In these titrations the end-point is taken as the first pink 
color that spreads entirely through the solution and lasts but 
a few seconds. 

The permanganate can be standardized by putting a similar 
weight of the “Sibley” iron ore standard through all of the 
operations, or with sodium oxalate, page 20 (1) or with oxalic 
acid, as given on page 405. (See also page 360.) 

(1) It would seem convenient, at this point, to give the reac- 
tions involved in the method. 

(2) The reaction between the ferrous iron and the dichromate 
proceeds as follows: 


KeCre07+ 6FeCl2+ 14HCl = 2KCl4 2CrCl3 + 6FeCl3+ 7H20. 


(83) The following equation explains the reduction of the 
ferric chloride by the stannous chloride: , 


SnClo a 2FeCls = 2FeClo + SnCla. 


(4) The excess of the stannous chloride is prevented from 
interfering with (2) by the mercuric chloride reacting to form 
mercurous chloride: 


SnCle + 2HgCle = HgeCle + SnCly. 


(5) If too great an excess of the stannous chloride is present, 
a gray precipitate of metallic mercury is produced which ren- 
ders the titration inaccurate and the analysis must be repeated 
on a new portion: 


HgeCle+SnCle =SnCl4+2Hg¢. 


Standard and Solutions.— The dichromate is made by dissolving 
4.9 grams of the recrystallized salt in water and diluting to 1 liter. 
The stannous chloride is made by dissolving 12.5 grams of 
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granulated tin in 125 ¢.c. of conc. HCl or 20 grams of the stannous 
salt in 100 e.c. of the cone. HCI. 

The mercuric chloride consists of 50 grams of the salt dissolved 
in 1 liter of water. 

The ferricyanide for the spot test has a concentration of 0.5 
gram per 100 c.c. of water and should ‘be made as used. 

Standardization.—The standardization is best effected by 
putting 0.3 and 0.4 gram of the U.S. standard “Sibley” iron 
ore, or some other ore that has been standardized with equal care 
(this latter standard is very convenient in that it is entirely 
soluble in HCl), through all of the foregoing cperations and noting 
how many cubic centimeters of the dichromate standard are 
required to oxidize the known amounts of the iron standard. 
By so doing, an average value, for example, of 1 ¢.c. of the standard 
equals 0.00546 gram of metallic iron was obtained. 

Manganese.—Dissolve 0.100 and 0.050 gram of the powdered 
ore in 25 ¢c.ec. of cone. HCl. For close work filter out any insol- 
uble matter, wash it and fuse as described under the determi- 
nation of metallic iron. Dissolve out the fusion; acidulate it 
with HCl and add this now completely decomposed residue to 
the main solution; add to the latter 20 ¢.c. of 1: 1 HeSO4 and 
evaporate to thick fumes; cool; add 20 c.c. of cone. nitric acid 
and 20 c.c. of water and heat until all of the iron and manganese 
sulphates are dissolved and nothing remains but the floating 
silicic acid. Then transfer from the porcelain dish to a cone 
flask, or a 10X1 inch test tube, rinsing with 1.20 nitric acid, 
and finish as in steels. (See page 338.) 

If the manganese exceeds 2 per cent, 1.0 and 0.9 gram are 
gotten into solution as above and the analysis can be finished by 
the phosphate method or by the method given on pages 345 to 
347. (See also pages 250-252.) 

Phosphorus and Silica.—Dissolve 0.9 and 1.00 gram, as for 
the metallic iron, using 40 c.c. of cone. HCl, fusing the insoluble 
residue and placing the acidulated melt back in the main solution; 
then evaporate to dryness; adding 1 gram of chlorate of potas- 
sium before evaporating, heating with the cover on the porcelain 
dish until all action caused by the addition of the chlorate is 
over. After the evaporation to dryness, redissolve in 20 c.c. of 
conc. HCl; evaporate to 10 c.c., add 20 ¢.c. of water; add a 
little ashless filter pulp; filter and wash with 1:40 HCl until 
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the washings no longer give an iron test with KCNS; evaporate 
the filtrate and washings again to dryness on the graphite, dis- 
solve, dilute, filter and wash as before to insure the separation 
of all of the silica. The filters from the first and second evapora- 
tions to dryness contain the total silica. These papers are ignited, 
weighed, and finished for silica, purifying with HF-+ H2SOs. 

The filtrate from the second filtration and washing contains 
all of the phosphorus; it is evaporated low and is converted to 
nitrates, boiled with permanganate, and finished for phosphorus 
as in steel (pages 310 and 318). 

Sulphur.—Fuse 1.0 and 0.9 gram, as given for ferro-titanium 
at the bottom of pages 47-48; running blanks as a check on the 
reagents. (See also page 122.) 

Aluminum, Calcium, and Magnesium.—Get 0.9 or 1.0 gram 
into solution and evaporate to dryness as for silica. The 
filtrate from the second evaporation will contain all of the 
aluminum, iron, manganese, most of the titanium, all of the 
phosphorus, calcium, and magnesium. Make a double basic 
acetate precipitation of the filtrate as described on pages 250 
and 251 and combine the two sets-of filtrates and washings for 
the calctum and magnesium. The precipitate from the second 
basic acetate precipitation is burned off at a low heat, blasted to 
constant weight, and weighed as AloOs, Fee@3, TiO2, P2Os. The 
residue in the crucible is then dissolved in cone. HCI and divided 
into two parts; the phosphorus is determined in the one part 
after converting it into nitrate as described under phosphorus; 
and in the other part the metallic iron is found as given 
under metallic iron, by reducing this half with stannous 
chloride or convert to sulphate and use the reductor. The 
iron so found is calculated to Fe2O3, multiplied by two and 
deducted from the total weight of the oxides. In the same way 
the phosphorus found is calculated to P205, multiplied by two 
and deducted. This leaves only the weight of the’ AlsO3 and 
TiOz. The latter is determined on a separate portion and cal- 
culated to a 1-gram basis and deducted, leaving the aluminum 
only. 

Also these same weights of ore can be gotten into solution 
as for silica, the silica filtered off; the filtrate and washings 
_ therefrom can be transferred to a 1 liter boiling flask and the 
iron, manganese, and titanium can be removed by two or three — 
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peroxidations. The filtrates and washings from peroxidations 
can then be made acid and the aluminum precipitated at. once 
with ammonia; redissolved and reprecipitated to remoye the 
sodium salts that: are inevitably present in the aluminum 
hydroxide. The reprecipitated aluminum hydroxide is weighed 
as AloO3, P205. The phosphoric anhydride is determined by 
fusing the two oxides in twenty times their weight of anhydrous 
sodium carbonate; the melt is dissolved in nitric acid and is 
then evaporated to 40 c.c. and finished as in steels, pages 310 and 
318. 

This latter scheme is decidedly to be preferred if calcium 
and magnesiuna are not needed. 

Calcium and Magnesium.—The filtrates from the two basic 
acetate precipitations are combined and evaporated nearly to 
crystallization with 100 ¢.c. of conc. HCl. Then 200 e.c. of 
water, or more, are added and heat is applied until the salts 
are all dissolved. If any dirt or dust has crept into the solution 
the same is filtered out and the filtrate and washings are finished 
for Ca and Mg as in limestone from the point where the filtrates 
from the iron have been obtained and are ready for the addition 
of the oxalate. (See page 431.) 

Also, if it is desired to obtain the latter elements in a separate 
portion one can proceed exactly as given for limestone (page 430). 

Titanium.—Fuse 1 gram with 20 grams of acid potassium 
sulphate and finish for titanium as directed on page 49, 
(“Transfer to an 800 c.c. beaker’), if the titanium con- 
tent of the ore amounts to more than 1 per cent. If the 
per cent of titanium is less than 1 per cent, fuse as above 
but boil the sulphuric acid solution of the fusion obtained as 
directed on page 61 with strong nitric acid and compare it with 
an iron ore, containing a known amount of titanium, that has 
been put through all of the operations. Dilute the sulphuric 
acid solution of the fusion to 100 c.c.; boil it five minutes with 
25 c.c. of cone. nitric; cool and compare as given for steels on 
page 64. 

Copper and Nickel.—Dissolve the ore as far as possible with 
HCl, using 20 c.c. of the conc. acid per gram, heating a little 
below boiling in an 800 c.c. beaker until the insoluble residue 
does not show any further change, that is, does not become any 
‘whiter. Use 15 grams of the finely ground sample if the copper 
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and nickel do not exceed 1 per cent. When the HCl is appar- 
ently having no further effect, then add cautiously 10 c.c. of 
cone. nitric per gram of ore taken and also a total of 10 c.c. of 
hydrofluoric acid and digest the contents of the beaker for at 
least one hour. 

Evaporate to moist dryness, but do not bake for fear of 
rendering the nickel insoluble; redissolve in 100 ¢.c. of HCl and 
evaporate until the solution does not seem to have a great excess 
of HCl; convert the solution to nitrate by evaporating until 
further additions of cone. nitric acid no longer produce red 
fumes, or until a few drops of the solution give but little, if any, 
milkiness with silver nitrate solution. Then finish for copper and 
nickel as given on pages 210 to 212. Run as a standard an iron 
ore containing a known amount of copper, or if such a standard 
is not at hand, then add to the ore a known amount of copper 
and nickel and also run the same ore without any copper and 
nickel, performing the standardization in the same way as given 
for pig iron on pages 206 and 207. 

Chromium.—Determine the chromium exactly as given for 
chrome ore on pages 184 and 185. 

Ignition Loss, Carbon Dioxide, and Moisture—The ignition 
loss is obtained by heating 1 gram of the sample at a bright red 
heat for an hour. ee 

Carbon dioxide and organic matter can be determined together 
as COz by burning 1 gram of the sample in the electric combus- 
tion furnace for one hour in a stream of oxygen as in steels. 
The COz existing as such can be determined by heating the ore 
with cone. HCl in a flask through which a constant stream of 
air is drawn and purified from COg in the same manner as the 
oxygen is purified for the determination of carbon in steel. The 
flask should be provided with a No. 6 rubber stopper. The 
flask shown for sulphur work on pages 330 and 332 will answer. 
The stopper should be pierced with a funnel tube as shown on 
page 332; also an inlet tube for the purified air which should 
extend one-quarter inch below the acid in the flask; the stopper 
must also have an outlet tube extending through the stopper into 
the flask, but not touching the fluid in the same. This tube 
will conduct away the COz liberated by the digestion with 
HCl by means of gentle suction with a water pump connected to 
the outlet of the weighing apparatus. The weighing apparatus 
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and the train between it and the outlet of the digesting flask 
can be made exactly as the same part of the carbon combustion 
apparatus. The whole apparatus can be thought of as parallel 
to the carbon outfit with the flask taking the place of the electric 
furnace. If it is more convenient oxygen can be forced through 
the apparatus, during the digesting period, instead of drawing 
air through the outfit. The weighing apparatus J, page 279, 
should be weighed after air or oxygen has been drawn through 
it during an hour’s digestion. J is again attached and air passed 
through it for another half hour, but during this second passage 
of the air, or oxygen, no heating should be necessary. If there 
is no more gain of weight than a blank gives at this point, then 
it is proven that all of the COz has been drawn over into the 
weighing apparatus. The operator can check his apparatus and 
the accuracy of his manipulations by determining the COg2 in 
limestone containing a known amount of calcium carbonate or 
by taking a known weight of calcite crystals. 

The moisture is determined by weighing 1 gram of the sample 
and drying it to a constant weight at 105° C. 

Combined water is determined as in an unburned crucible, 
page 398, using 1 gram of the sample that has been already 
dried for one hour at 105° C. and kept in a glass-stoppered bottle 
after the drying. 

Vanadium is determined in the same manner as given for 
carnotite ore, page 369. 


CHAPTER XVIII 


Part IV 
THE ANALYSIS OF FLUORSPAR 


Exact Method.—As this mineral is not completely decomposed 
by fusion with sodium carbonate alone, it is the general practice 
to fuse the finely ground mineral with a mixture of sodium and 
potassium carbonates, and finely ground precipitated silica. The 
author uses, for the melt, an intimate mixture of 1 gram of the 
sample with 10 grams each, of the two carbonates mentioned, 
together with 3 grams of precipitated silica. 

The 1 gram of the spar is stirred carefully through the flux 
in a thirty-gram platinum crucible and the whole is gradually 
brought to a bright red heat and held at this temperature until 
all bubbling due to the evolution of COz2 ceases, indicating that 
the reactions are complete as follows: + * 


38Cake+3S8i02 = CaSikF's+2CaSi0z, =. wh. an Ve (1) 
CaSik’g +4Na2CO3 =CaCO3+ Na2Si03+6NaF+4+3COz. . (2) 


When the fusion is finished in the manner indicated, it is run 
around the sides of the crucible; and, when cooled, the crucible 
is placed in a platinum dish and its contents dissolved in water 
with heat. If no platinum dish is available, then the melt must 
be dissolved in the cold in a porcelain dish. When all is dis- 
solved except the floating portion, cool, add paper pulp, filter into 
a large casserole and wash the residue on the filter with 2 grams 
of sodium carbonate dissolved in 500 ¢.c. of water, giving the 
filter at least fifty washings, obtaining residue R on the filter, 
and the filtrate and the washings A, which latter will contain all, 
or nearly all, of the fluorine as NaF and much silicic acid as 
sodium silicate, according to (2). 
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The main silica in filtrate A is separated according to the 
method of Berzelius, by heating with ammonium carbonate 
and removing the last traces with an ammoniacal solution of 
zinc oxide as follows: 20 grams of ammonium carbonate, in 
powdered form, are added to A and the same is heated for an 
hour at 40° C. A is then filtered after twelve hours. Consider- 
able ashless filter pulp is stirred in with the precipitated silicic 
acid. The mixture of pulp, silicic acid and perhaps some iron 
and aluminum hydroxides is filtered out and washed with one 
gram of ammonium carbonate dissolved in 500 c.c. of water, at 
least fifty times, allowing each washing to drain off completely 
before the next:one is applied. This filtrate and washings can 
be designated as B and contain the major part of the sodium 
fluoride and still some of silicic acid. The mixture of pulp and 
silicic acid on the filter from A can be marked M. 

The residues R and M are smoked off in a large platinum 
crucible and then the heat is raised until the ash is free of char- 
coal and of a light-brown color. In this way nearly all of the 
original added silica is returned to aid in attacking any unde- 
composed spar that may have escaped decomposition in the 
original fusion. Place on top of the ash from FR plus M a ground 
mixture of 10 grams, each, of the carbonates of sodium and 
potassium. Stir this flux all through the ash R plus M with 
a stout ni-chrome wire and then repeat.the fusion as described 
in the first place, and all of the other foregoing operations. 
The water-insoluble residue FR’ from the second fusion is washed 
with sodium carbonate water as in the case of R. This water- 
insoluble residue R’ contains all.of the calcium, barium, mag- 
nesium, iron, and some of the aluminum. The filtrate and 
washings from R’ contain any remainder of the fluorine and 
nearly all of the silicic acid and aluminum (if Al be present). 
This filtrate and washings are heated with ammonium carbonate 
as in A, allowed to stand for some hours, filtered, washed with 
ammonium carbonate water, obtaining a residue M’ on the filter 
consisting of nearly all of the silicic acid plus a little iron and 
aluminum. The filtrate and washings from M’, i.e., B’, contain 
the last traces of the silica. This filtrate combined with B 
contains all of the fluorine as sodium fluoride and the remainder 
of the silica as sodium silicate. This silica is removed as follows: 
Evaporate these filtrates to dryness in a casserole; take up 
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with as little water as possible; add a few drops of an alcoholic 
solution of phenolphthalein and then add 1:1 HCl until a few 
drops of this acid just discharge all pink color. The solution 
is then boiled to note if the pink color may reappear, and if it 
should, a drop or two more of the acid is added to Just remove 
the pink and so on until no pink reappears on heating. The 
solution will then be neutral and is ready for the removal of 
the last traces of the silicic acid by means of a saturated solution 
of zinc oxide in ammonia, prepared as follows: Dissolve 10 grams 
of zinc oxide in 50 c.c. of conc. ammonia and filter off the undis- 
solved zine oxide. Add 10 or 12 c.c. of this filtrate to the neu- 
tralized B plus B’ to precipitate the silicious matter still remain- 
ing therein, as zine silicate. After adding the ammoniacal zine 
solution, boil until the smell of ammonia is gone, and then filter 
out the mixture of zine silicate and zine oxide and wash it with 
5 c.c. of the ammoniacal solution of zine oxide diluted with 
500 c.c. of water, obtaining filtrate and washings C which contain 
all of the fluorine as sodium fluoride and free of silica. The 
silicic acid gotten from B plus B’ as zine silicate is freed from 
zinc by dissolving it off the filter with nitric acid, 1.20, and 
evaporating the filtrate and washings so obtained to dryness. 
The dry residue is taken up with 1.20 nitric acid and filtered 
off, after dilution with water, on the same filter from which the 
zinc silicate was dissolved with nitric acid. The residue on this 
filter is washed thoroughly and burned off with M’. 

The Calcium Fluoride—tThe filtrate C is heated to boiling 
and the fluorine is precipitated from it while boiling by means 
of a saturated solution of calcium chloride. Some recommend 
the addition of a little sodium carbonate before adding the pre- 
cipitant, thus causing a precipitation of some calcium carbonate 
along with the calcium fluoride to aid in the subsequent filtration. 
The calcium fluoride is filtered and washed thoroughly with 
water. It has been the writer’s experience that it requires not 
less than fifty washings to completely wash a large precipitate. 
The CaF is burnt off in a platinum crucible at a very low heat, 
just smoking off the paper, and then at low red to remove the 
carbon. 

The ash, which consists of a mixture of oxide, fluoride and 
carbonate of calcium, is dissolved with dilute acetic acid (three 
parts of the acetic acid diluted with 1 part of water), by heating 
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and evaporation to dryness on the water bath.. The calcium 
fluoride remains insoluble and the caleium carbonate and oxide 
are dissolved. After the evaporation to dryness, 50 c.c. of water 
are added to the dry residue and heat is applied for about a half 
hour. The insoluble calcium fluoride is filtered off and washed 
with water, dried, ignited at a low heat and finally at redness 
until the CaF: is white, when it is cooled and weighed and cal- 
culated to percentage as such. As a check on the purity of the 
CaF: it is evaporated to dryness with 5 c¢.c. of cone. H2SO4. 
The excess of sulphuric acid is driven off at a low red heat and the 
residue is weighed as calcium sulphate, 1.7437 grams of which 
equal 1 gram of calcium fluoride. 

Silica.—The water-insoluble residue J?’ is smoked off in a 
platinum crucible and then heated at redness until all carbon 
from the paper is gone. The ash which contains the main 
calcium, etc., is transferred to a porcelain dish and boiled for 
a few minutes with 30 ¢.c. of 1: 1 HCl until all but perhaps 
a little silica is dissolved. The latter is filtered off, washed, 
designated as M” and burned with M’. The ash from the 
burning of M’ plus M” contains the total silica, that is, the 
silica that was added plus that contained in the sample. The 
total silica is then evaporated as usual with an excess of HF 
plus 5 drops of conc. H2S04. The HF should be added very 
cautiously, and in small instaiments, to prevent loss by spraying 
during the formation of the volatile silicon fluoride. The silica 
is then determined by the loss of weight after the removal of 
the excess of the two acids as in steels. Any residue remaining 
in the crucible after the removal of the silica may contain some 
calcium, iron, etc., and is fused with a little sodium carbonate, 
dissolved in HCl and added to the filtrate from M”. 

Ca, Mg, Ba, Fe, and Al are now all in solution in the filtrate 
just mentioned. The first step is to remove any barium present 
by adding to the solution 2 c.c. of conc. sulphuric acid diluted 
with 600 c.c. of water. Any precipitate formed by the addition 
of the very dilute sulphuric acid is filtered off, ignited and weighed 
as barium sulphate. The filtrate and washings from the barium 
sulphate are then analyzed for Ca, Mg, iron, and aluminum as 
described for limestone, beginning at the point where these 
elements are all in solution and free of silica. (See page 431.) 

Blanks.—It is very necessary to run blanks by fusing 3 grams 
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of the same lot of precipitated silica as used in the decompo- 
sition of the spar with 10 grams, each, of the sodium and potas- 
sium carbonates. The melt is dissolved out in water and then 
put through all of the operations given in the method. The 
silica, iron, calcium, magnesium, and aluminum so found are 
deducted from the amounts of these elements found in the 
analysis of the sample. These blank analyses should be made in 
duplicate, as should the analysis of the spar, also. 

Lead.—Dissolve 0.9 and 1.0 gram of the sample in a mixture 
of 20 c.c. of conc. HNO; and 10 ¢.c. of conc. HCl. If the spar 
is high in CaF? it will dissolve almost completely in this mixture. 
Heat until all spraying is over and evaporate to moist dryness; 
redissolve in 20 c.c. of conc. nitric acid, dilute, filter, wash with 
dilute nitric acid, and evaporate the filtrate and washings to 
10 c.c. Add 75 c.c. of conc. HCl and evaporate to 15 ¢.c. Dilute 
with water to about 100 c.c. Make the diluted solution just 
neutral with ammonia; add 4 drops of HCl and pass HeS through | 
the hot solution until the black precipitate of lead sulphide 
settles well. Filter off the lead sulphide and wash it with H2S 
water. Pass HeS through the filtrate and washings to make 
certain that all of the lead has been precipitated. The lead 
sulphide is dissolved in 50 c.c. of 1.20 nitric acid and its solution 
is evaporated to heavy fumes with 75 e:c?of 1: 3 sulphuric acid, 
in a porcelain dish. Cool, dissolve as far as possible with 200 c.c. 
of water and one-third this amount of alcohol. Allow the lead 
sulphate to settle for several hours before filtering; filter off 
.the lead sulphate and wash it with a mixture of 2 parts of water 
and 1 part alcohol. Burn the residue at a very low heat in a 
porcelain crucible until the paper is all gone. Cool the white 
residue and moisten it with a drop or two of H2SO4 and ignite 
the residue again at a dull red heat. 

The weight so obtained is multiplied by 0.6832 to reduce to 
the metallic basis. If the sulphur found is reported as such then 
the lead can be conveniently reported as metal. The lead, how- 
ever, usually is present as the sulphide. 

Sulphur.—The author uses the carbonate and niter fusion, 
melting the spar with 20 grams of carbonate of soda and 4 grams 
of niter. The analysis is then finished as in ferro-vanadium high 
in. silicon (see page 34 near the bottom of the page). There is 
no reason why the sulphur could not be obtained by fusing the 
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mineral in a mixture of 10 grams of sodium peroxide and 5 
grams of sodium carbonate, then dissolving out the melt in 
water. The water solution could be acidulated with a consider- 
able excess of HCl and the analysis finished as in the carbonate 
and niter fusion. 

In either method blanks should be run through all the opera- ’ 
tions and deducted. 

Carbon Dioxide—Ignite 1 gram of the sample in the electric 
combustion furnace in a stream of oxygen for one hour, as in the 
determination of carbon in steel. The carbon dioxide is usually 
combined with calcium, as carbonate, in the mineral. 

Approximate Method.—The usual approximate method is to 
attack the spar with acetic acid. The author proceeds as follows 
(he regards the approximate method accurate enough for all 
technical purposes): Moisten the finely ground spar to a thin 
paste with water, add 20 c.c. of glacial acetic acid and evaporate 
to dryness on the water bath in a porcelain dish. To the dry 
residue add 50 c.c. of water; stir; boil a few minutes; add 
ashless paper pulp; mix again, filter, and wash with hot water, 
obtaining residue R on the filter and filtrate and washings FP. 
The residue R contains all of the CaF», silica and the main portion 
of the iron, aluminum and lead. Barium if present as sulphate 
would be mainly in R. 

The filtrate and washings from R contain calcium, mag- 
nesium and some cf the iron and aluminum, and are analyzed 
for these elements as in limestone (see page 4380). If lead is 
present some of it will also be in this filtrate and should be first 
removed by H2S precipitation of the hot, faintly acid solution. 
The lead sulphide is washed with H2S water and the filtrate and 
washings are evaporated low to remove the excess of HeS, add- 
ing some potassium chlorate to oxidize the iron, at the beginning 
of the evaporation. The amount of lead found at this point is 
only a small portion of the total amount of the lead present; at 
least, this is the case in the samples containing lead as galena. 

Silica and Calcium Fluoride—The residue F is ignited at a 
low red heat in a weighed platinum crucible, cooled and weighed. 
Twenty c.c. of c.p. HF are added to RF after the weighing. 
Evaporation to dryness removes the silica. The remainder 
in the crucible is then heated to lowest redness, cooled, weighed 
again, and the loss of weight due to the evaporation and ignition 
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is calculated as silica. Three c.c. of cone. H2SO4 are dropped 
into the crucible and the contents of the latter are taken to 
dryness; ignited at a low red heat, cooled and weighed as calcium 
sulphate (CaSO4). The calcium sulphate so found is calculated 
to ealcium fluoride after deducting from it any Ba, Pb, Fe, 
and Al found as given below. 

Add 15 c.c. of conc. HCl to the weighed calcium sulphate and 
boil it until the sulphate either dissolves to a clear solution after 
twenty minutes’ slow boiling, or there remains some white 
insoluble residue which would indicate the presence of barium 
sulphate. If such a residue be found, then dilute the solution to 
200 c.c. and let it stand for several hours to permit the barium 
sulphate to settle. Filter it out; wash it with water; ignite; 
cool; weigh, and deduct it from the weight of the calcium sulphate. 
The filtrate and washings from the barium sulphate are diluted 
to 400 c.c. and HeS is passed for an hour and the solution is 
then permitted to stand for several hours to give the precipitate . 
of PbS time to separate out. If there be sulphide of lead in the 
spar (usually in the form of galena), then some of it will have 
been counted as calcium sulphate. The lead sulphide is burned 
at a very low red heat in a porcelain crucible, moistened with a 
few drops of cone. sulphuric acid and the latter is evaporated. 
The residue is burned at a low red heat, ‘weighed and the weight 
is then deducted from that of the calcium sulphate. The filtrate 
and washings from the lead sulphide are evaporated to dryness 
with a gram or two of potassium chlorate and analyzed for any 
small amounts of iron and aluminum that may be present in 
this part of the analysis; that is, the small residue in the evapo- 
rating dish is dissolved in 10 c.c. of HCl, precipitated with a 
slight excess of ammonia, the small precipitate of iron and 
aluminum hydroxides are filtered out, washed, weighed, and the 
weight also deducted from the weight of main calcium sulphate. 
The main calcium sulphate as stated, after these deductions, is 
then calculated to the total calcium fluoride. These small por- 
tions of the Fe and Al are also added to the main oxides of iron 
and aluminum found in F. The main filtrate F contains all of 
the calcium and magnesium not existing in the mineral as fluo- 
rides; also the remainder of the lead if any is present and the main 
portion of the iron and aluminum. The lead is removed first, 
after acidulating F with a slight excess of HCl to prevent the 
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coprecipitation of any iron, by means of hydrogen sulphide. 
The filtrate and washings from the lead sulphide are evaporated 
to dryness with an excess of at least 20 c.c. of cone. HCl and 
1 gram of chlorate. The dry residue is then taken up with 10 e.c. 
of 1:1 HCl and the iron, aluminum, calcium, and magnesium 
in the solution are determined as in limestone. As stated, the 
lead, iron, and aluminum found here are added to any portions 
of these elements found in the filtrate from the hydrochloric 
solution of the calcium sulphate. 


CALCULATIONS 


In the exact method, the calcium required in the calcium flu- 
oride found is deducted from the total calcium found. Any 
calcium remaining is usually calculated to calcium carbonate. 
The author prefers for the sake of simplicity to calculate to 
calcium oxide, the calcium found in excess of that necessary to 
produce the calcium fluoride; and report the carbon dioxide 
found, as such instead of attempting to distribute it as carbonate. 
In the same way the sulphur found is reported as such instead 
of entering into a tedious computation for the purpose of cal- 
culating a part of it to lead sulphide and any remaining sulphur 
to sulphide of iron. Similarly the oxides of iron and aluminum 
obtained are reported as oxides. For commercial and technical 
purposes this seems the logical procedure, and entirely answers 
purposes of the iron and steel metallurgist. In harmony with 
the reporting of the sulphur as such, the lead found is recorded 
as metal. 


CALCULATION OF THE CALCIUM EXISTING AS CaO BY THE 
Exact Mrruop 


Suppose that 83.46 per cent of CaF2 were found. Then in 
1 gram of the sample there would be 0.8346 gram of calcium 
fluoride. Further, in 1 gram of this sample there was found 
a total of 0.6956 gram of calcium oxide in the filtrate from M”, 
page 453; then as calcium fluoride is converted to its equivalent 
weight of calcium oxide by the factor of 0.7182 we have 0.8346 
multiplied by 0.7182 or 0.5994 gram of calcium oxide coming from 
the calcium in the calcium fluoride. This is deducted from 
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the total calcium oxide; 0.6956 minus 0.5994, or 0.0962 gram of 
calcium oxide to be reported as such, being 9.62 per cent. 


CALCULATION OF CASO4 TO CAF IN THE APPROXIMATE 
Mertuop 


The calcium sulphate found is multiplied by the factor 0.5735 
to obtain the equivalent weight of calcium fluoride. 


SOME ANALYSES OF FLUORSPAR 


SAMPLE OF FarRviEW GRAVEL 


Approximate Method. | Exact Method. 
Per Cent. Per Cent. 
(Ghilotimay kite ceca bo5eseceree cee 83.70 83.46 
SiliGatreikhe tte soe ee Ce te ae ee ee 2.92 oa 
Oxides of iron and aluminum....... 3.16 3.20 
Calciumioxidetiata: ssa eee 9.40 9.61 
Sulphur testy eine or te ee ee 0.016 0.016 


Sample oF FiuorRSPAR GRAVEL CONTAINING SULPHIDE OF LEAD 


Approximate Method. Exact Method. 
er Cent. Per Cent. 
“ 
Cileiam.fiuoridei siuneascss- so. ses 84.24 84.36 
RUA RST hy AE Pfeil iM ye Oh, Rigg Pare BS on 5.44 5.79 
Oxides of iron and aluminum. . 1.32 1.4] 
Calcium! oxide a) 28.24.40 ee 1.83 1.90 
Carbonrdioxid erry) seen one oes 2.20 oP OAM 
Sulphur ee ks tere ches eeeeeeevas ates « 0.92 0.92 
WMetallicilend: assem sete at hae tatete reste 2.00 2.00 
IVIDISt UTE Stent ete neon ae edettey on eel ae 0.35 0.35 
SELECTED SAMPLE BY THE APPROXIMATE METHOD 
Per Cent. Per Cent. 
Calcium fluoride...... 97.58 Oxides of iron, etc... 0.77 
SvME CGT g Ie Reh ee oe ee 0.20 Oxide of calcium... . 0.62 


Evolution Method for Fluorine.—J. B. Krak in The Chemist- 
Analyst, July, 1914, gives the following evolution scheme: ‘‘ Weigh 
the substance (he does not state how much, presumably 1 gram) 
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into a 700 c.c. flask provided with a separatory funnel. Connect 
the flask with a condenser and « train of three Fresenius nitrogen 
bulbs. Pour into the dissolving flask 100 ¢.c. of phosphoric acid 
of 85 per cent strength. Add 100 c.c. of water. Close the funnel 
stopcock. Apply low flame and continue to heat until 100 c.c. of 
the solution in the flask has been distilled over (Fig. 37). 


Add 100 c.c. more of water and distill this over also. The 
nitrogen bulbs contain an absorbing solution consisting of 90 c.c. 
of 3 per cent calcium acetate and 5 per cent sodium acetate made 
acid with acetic acid. The theory is that the fluorine is absorbed 
as HF in the calcium acetate, forming a precipitate of CaF». 
Any silicon tetrafluoride that may be formed is also distilled 
over forming CaF2 and sodium silicate. The author has never 
tested this method, but its simplicity leads him to publish it for 
those of his readers that may be interested to test its accuracy. 

The contents of the nitrogen bulbs are poured out into a large 
beaker, 20 c.c. of a saturated solution of ammonium acetate are 
added, evaporation, boiling, and filtering out of the CaF: follow. 
Wash the CaF2 with a dilute solution of ammonium acetate; 
ignite at a low heat, and weigh as CaF. 


CHART HEX 
Parr | 
THE TESTING OF LUBRICATING OILS 


As the steel works chemist is frequently required to report on 
the lubricants used about the plant, a brief outline of the more 
important tests may save the busy reader of this book much delv- 
ing into the vast amount of literature written on this subject. 
The tests about to be described constitute all that the mechanical 
engineering department of a large works usually cares to know, or 
asks for. If the reader wishes to inform himself further, he can 
consult the writings of Lewkowitch, Benedict, Gill and others. 


SAPONIFICATION NUMBER 
ear 


This test is a direct index of the proportion of animal matter 
in the lubricant for the reason that mineral oil (usually present 
in most of the oils used for lubricating) has no saponification value. 
The saponification number simply means that 1 gram of the sample 
tested requires that many milligrams of potassium hydroxide to 
combine with (saponify) the fatty acids present in it. The test 
is also known as the Koettstorfer’s value. 

Method.—Weigh 1 to 2 grams of the oil or lubricant into a 
250 c.c. conical flask. Place also in the flask 25 ¢c.c. of half normal 
potassium hydroxide. Insert a stopper carrying a return con- 
denser firmly in the neck of the flask. Turn a current of water 
into the condenser and start to heat the flask on a water bath. 
(See photo No. 38.) Some operators add 20 c.c. of ether to the 
contents of the flask before putting in the condenser. Heat the 
flask on the water bath for one hour. Then shut off the heat, 
turn off the water, cool, add several drops of phenolphthalein 
indicator and drop in from a burette half-normal HCl until the 
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pinkish color or shade given to the solution by the indicator just 
disappears. The number of c.c. of N/2 KOH added, less the 
number of c.c. of HCl required to discharge the pinkish color 
produced by the KOH, multiplied by the factor 28.05 (1 c.e. 
N/2 KOH contains 28.05 mgs. of KOH) and divided by the weight 
of the oil taken gives the saponification number of the sample. In 
weighing the oil place the tared flask on the balance pan and 
drop in some of the sample from a pipette until about the desired 
weight has been put in the flask. Then weigh the oil exactly. 


Puoto 38. 


When titrating the oil with N/2 HCl use alcohol to wash 
down the sides of the flask, as water is liable to cloud the solution. 
To check the operations place 25 ¢.c. of the N/2 IKOH in the cone 
flask together with the 20 c.c. of ether. Connect the condenser 
and heat the flask for one hour in the water bath, cool and titrate 
wit the N/2 HCl. Any KOH that may have been so used is 
ded icted from the apparent amount used by the sample, before 
calculating the saponification number as given above. 

A convenient standard for checking the operator’s work is 
the purest rapeseed oil. A very pure sample obtained by the 
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author gave a saponification value of 185. A German rape oil 
known as double refined was found to be 182 in saponification. 
Pure lard oil is given as 195. These pure oil standards should 
be kept in a cool dark cupboard, in sealed bottles, when not in use. 


Tur PREPARATION OF HatF-NorMAL (N/2) HCl anp 
Haur-NormMat KOH 


A normal solution is usually defined as the hydrogen gram 
equivalent of the active substance dissolved in a liter volume. 
The author would like to offer the following definition, which 
may seem long drawn out but more explanatory: 

A normal solution is the gram molecular weight of the reacting 
substance dissolved in a liter volume, or that fraction of its gram 
molecular weight dissolved in a liter volume which is the equivalent 
of the gram atomic weight of hydrogen. The required fraction 
of the gram molecular weight may be different for the same com- 
pound, depending on the nature of the reaction for which the normal 
solution is to be used. 

The first requisite is then to write the equation and from it 
decide whether the full molecular weight in grams or only a 
fraction of it is needed to meet the conditions of normal solution. 
Suppose the normal solution of permanganate of potassium is 
desired for the oxidation of ferrous sulphate, according to the 
equation: 


(A) 10Fe8O4+2KMn04+ 8H2S804 = 5Fe2(SO4)3 + KoSO4 


+2MnSO, +8H20, 
or 


(B) 10FeO-SO3+ K202-2Mn03+8H20 -SO3 = 5Fe203(SO3)3 
+K20-S03+ 2Mn0O-SO3+8H:20. 


By equation (B) we see how the oxidaticn expressed by (A) 
takes place: The ferrous oxide united to the sulphuric radical 
and containing 10 atoms of oxygen becomes ferric oxide, still 
united to the sulphuric radical, and gains 5 atoms of oxygen. 
This gain comes from the permanganate as by equation (B) the 
potassium peroxide part of the permanganate loses 1 atom of 
its oxygen to the ferrous sulphate, becoming potassium sulphate; 
and the two parts of manganic trioxide give up 4 atoms of oxygen 
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to the ferrous sulphate, and become 2 molecules of manganous 
sulphate. Hence we have permanganate equivalent to 5 atoms 
of divalent oxygen or 10 atoms of monavalent hydrogen; there- 
fore 2 molecules of the permanganate being equivalent to 10 
atoms of hydrogen then two-tenths or one-fifth of a gram molecule 
of the KMnO4 will be the equivalent of the gram atom of hydrogen. 
This makes it necessary to weigh one-fifth of 158.03 or 31.6 grams 
of the KMn0Osg, dissolving the same in a liter volume. 

A normal solution of the ferrous sulphate: It has been seen 
that the sulphate of iron has taken up 5 atoms of oxygen which 
are equivalent to 10 atoms of hydrogen, hence, since 10 molecules 
of the ferrous sulphate are equivalent to 10 atoms of hydrogen, 
then 1 molecule of the sulphate is equivalent to 1 atom of hydrogen. 
It will be fulfilling the definition if 278 grams of FeSO4, 7H20 
are dissolved in a liter volume, or the entire gram molecule. 

An example of a normal solution for a precipitation reaction 
is afforded by the following: H2SO4+BaCle=BaSO4+2HCl. 
In this equation the active sulphuric acid molecule precipitates 
the divalent barium atom which is equivalent to 2 atoms of the 
monayalent hydrogen atom, therefore one-half the gram-molecular 
weight of the sulphuric acid, or 49.04 grams of the 100 per cent 
acid or its equivalent in a dilution, in a liter volume constitutes 
its normal solution. 

(C) This brings one to the neutralization normal, or half- 
normal solution: HCI+KOH=KCI+H20. In this reaction 
whether it is desired to consider the normal solution for the 
potassium hydroxide or the hydrochloric acid it is an example of 
one molecule reacting with a monavalent atom. In either case 
the entire gram molecule would be required in the liter volume 
or one-half this amount for the half-normal solution, also in a 
liter volume. This would be 36.47 grams of the HCl and 56.11 
grams of the KOH in a liter volume for the normal solution, or 
18.23 grams of HCl and 28.05 grams of KOH dissolved in a liter 
volume for the half-normal solution (N/2) of these salts. 

Half-normal HCl.—As the hydrochloric solution will remain 
constant, 7 liters are prepared as follows: 350 c.c. of about 1.20 
specific gravity acid are diluted to 7000 c.c. with water and well 
mixed. The acidity is then tested against pure sodium carbonate 
prepared from c.p. sodium oxalate which can be obtained to the 
best advantage from the U.S. Bureau of Standards. 
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Weigh 1 gram of the standard oxalate into a platinum crucible 
and gently ignite until it is charred and then raise the heat until 
it is pure white but do not heat it above redness. Dissolve the 
sodium carbonate thus formed in a little water and transfer it 
with great care to a 250 c.c. cone flask. Add 1 or 2 drops of methyl 
orange solution and titrate it with some of the above HCI solution 
until one drop of the acid just turns the fluid in the cone flask pink. 
The reaction is as follows: 


Na2CO3+2HCl=2NaCl+H20+CO2, . . - (2) 


The sodium oxalate on ignition is decomposed to sodium car- 
bonate in the manner shown by the equation, 


NagC204+0=Na2CO3+CO2, . . . . (1) 


By (1) one molecule of sodium oxalate yields 1 molecule of sodium 
carbonate and by (2) we see that 1 molecule of sodium carbonate 
is also equivalent to 2 molecules of hydrochloric acid. Or in 
terms of equivalent weights, 134 parts of sodium oxalate yield 
106 parts of sodium carbonate, which require 72.94 parts of HCl 
(2HCl) for neutralization. One gram of sodium oxalate will give 
426 of a gram of sodium carbonate, or 0.791 gram. Suppose that 
the trial titration of 7 liters of HCl showed that 0.791 gram of 
sodium carbonate required 25.0 c.c. of this HE] to give a pink with 
the methyl orange. By (2) we have seen that 72.94 parts by weight 
of HCl unite with 106 parts of sodium carbonate or 1.4532 grams 
of NazCO3 equal 1 gram of HCl. N/2 HCl according to (C) 
contains 18.23 grams of HCl to the liter, therefore 1 ¢c.c. of N/2 HCl 
= 18.23 X 1.4532 1000, grams of sodium carbonate; or 0.02650 
gram of NazCO3. As an average of several titrations it 
was found that 25 c.c. of the solution of HCl being tested neu- 
tralized 0.791 gram of NazCOs, hence 1 ¢.c. of this acid equals 
0.791 gram + 25, or 0.03164 gram of NagCog. As 1 c.c. of N/2 HCl 
should equal 0.02650 gram of NagCOs3 then 1 c.c. of the acid being 
tested should be diluted in volume as many times as 0.0265 is 
contained in 0.03164, or 1.194 times. Suppose after making the 
trial titrations there remains exactly 6800 c.c. of the HCl, then 
this solution should be diluted to 6800 X 1.194 c.c., or to 8119 ¢.c., 
when it should be an exact N/2 normal solution. 

In general divide any number of c.c. of the acid being stand- 
ardized into the amount of sodium carbonate that it will exactly 
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neutralize; divide the result by 0.02650 and then multiply this 
last quotient by the exact number of c¢.c. of the acid remaining. 
This will give the volume to which the remaining acid must be 
diluted to make it of N/2 strength. 

The Preparation of N/2 KOH.—Weigh about 40 grams of KOH, 
marked purified by alcohol, into a glass-stoppered bottle and 
dissolve it in a liter of ethyl alcohol that has been distilled with 
some KOH. 

This distillation can be accomplished by placing the alcohol 
and KOH in a boiling flask, in boiling water and connecting 
the same with a Bunsen condenser. The distillate is then used as 
above. In the alcoholic solution a gram or two of barium hydrox- 
ide are also placed to remove any carbonate present in the KOH 
solution. It is then allowed to settle for twelve hours, when the 
clear liquid is siphoned off, leaving all of the cloudy portion 
behind. This clear portion is diluted to one liter and well mixed 
in a glass-stoppered volumetric flask. The redistilled alcohol is 
used for this dilution also. Exactly 50 c.c. of this KOH are 
withdrawn from the 1000 c.c., and 25 c.c. of it are titrated with 
‘the N/2 HCl. Suppose it is found that 28.7 c.c. of the N/2 
HCl are required to just turn the 25 ¢.c. of the KOH pink; then 
1 «ec. of the KOH = 28.7+25, or 1.148 ec.c. of the HCI. 
Hence the 950 c.c. of the KOH that remain must be diluted to 
950X1.148, or 1090 c.c. to make them the equivalent of the 
N/2 HCl and therefore an N/2 KOH solution. This dilution is 
made as in the others with the alcohol that has been distilled in 
the presence of KOH. 

Calculations.—In actual work the N/2 KOH does not remain 
for any length of time exactly of N/2 strength so it is more con- 
venient to determine its exact relation to the N/2 HCl, which 
latter acid should remain unchanged. Suppose it is found as a 
result of the mean of several titrations of the HCl against the KHO 
that the 29.2 c.c. N/2 HCl equal 30 c.c. of the KOH. Since 1 c.c. 
of N/2 HCl reacts with exactly 28.05 mgs. of KOH, 1 c¢.c. of the 
KOH solution being tested is equivalent to 28.05 x 29.2+30 c.c., 
or 27.30 mgs. of KOH, which value can then be used at that time, 
instead of the factor 28.05 which can be used only when the KOH 


is exactly normal. 
Flash and Fire Tests——The author uses the open fire tester of 


Tagliabue. 
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Place a bed of chip graphite in the bottom of the tester. Fill 
the reservoir with the oil to within one-quarter inch of the top and 
raise the temperature at the rate of 15° per minute; try for a 
small flash of flame across the surface of the oil every 7°. After 
getting the flash make note of the temperature and continue 
to raise the same until the oil takes fire and note this temperature 
which is the fire test. For an igniter use a small glass jet in a 
rubber hose connection so that the flame coming from the jet is 
not more than one-eighth of an inch long. In using this small 
igniting flame draw it across the diameter of the surface of the oil 
and keep the little flame on a level with the top of the tester, 
making sure that the jet does not touch the oil at any time. Keep 
the tester surrounded with a sheet iron cylinder during the testing 
to protect it from draughts. This test should be always carried 
out under exactly the same conditions or the results will be dis- 
cordant. When the burning test has been completed smother the 
flame at once with the cover that goes with the instrument, as 
this serves to put out the flame and makes the tester easier to 
clean for the next sample. 

Consult Technical Paper No. 49, Dept. of Interior, Bureau of 
Mines, by Allen and Crossfield, 19138, on the Flash Point of Oils. 

Cold Test—Fill a 4-ounce, wide neck, , glass-stoppered bottle 
about half full of the oil and place it in a freezing mixture consisting 
of 2 parts of ice and 1 part of salt, which can be kept in a small can 
wrapped with asbestos. After the oil is solid, let it stand in the 
mixture for about an hour. Then take out the bottle and place a 
thermometer in it and stir with the thermometer until the oil will 
just flow from one end of the bottle to the other. The cold test 
is that temperature at which the oil will just flow. 

Test for Free Acid.—This test is usually reported in grams of 
free oleic acid and N/6 KOH is used for the purpose, 1 ¢.¢c. of which 
is equal to 0.047 gram of free oleic acid. Weigh 8 to 10 grams of 
the oil, accurately, into a 250 c.ec. cone flask. Add 100 c.c. of the 
redistilled aleohol prepared as given under Saponification. Put 
the flask in a water bath and-bring the contents quickly to just 
60° C. Then take the flask off the bath at once and titrate with 
the N/6 KOH until the first pink color just spreads through the 
test. Do not carry the titration any further or the result will be 
too high due to a certain amount of saponification taking place. 
The number of ¢.c. required to produce this first pink, multiplied 
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by 0.047 and divided by the weight taken gives the amount of free 
oleic acid per gram which is then reported in percentage. 

The alcohol used in these tests can be recovered by distilling 
off the same after the tests are completed. Add some quick- 
lime to the fluid before distilling off the alcohol to remove any water. 

Viscosity—Any of the viscosimeters on the market can be used 
for this test. The author also uses the Tagliabue instrument for 
this work. Full directions go with these instruments so that but 
a brief hint or two is all that is necessary. For testing the oil 
at 70° attach the nipple marked 70° to the outlet and be sure that 
the oil has no dirt in it. If the room temperature is above 70° 
pour 90 c:c. of the oil into the container and just as soon as the 
oil reaches the required temperature allow 70 c.c. to pass through 
the nipple, timing its flow in seconds with a stop watch. The 
number of seconds required multiplied by two gives the viscosity. 

To test oil at 212° water is brought to that temperature in the 
boiler of the viscosimeter, and the steam coming from the water 
passes through the steam jacket of the instrument which sur- 
rounds the oil container. Eighty c.c. of the sample which has 
already been heated to 22° or more are now placed in the oil 
container, and when the 212° are reached in the oil, as shown by 
the thermometer that goes with the instrument, 60 c.c. of the oil 
are withdrawn through the nipple marked 212° and the time of its 
flow is recorded in seconds with the stop watch. The seconds 
required multiplied by two give the viscosity. 

The Engler viscosimeter refers all viscosity values to the same 
figures obtained by passing distilled water through his instrument. 
The figures obtained on the oil tested are divided by those gotten 
from water in the same way. This gives what he terms the specific 
viscosity. 

The viscosimeter should be cleaned with ether after each test 
to prevent any gummy coating forming on the walls of the nipples, 
which would impair the accuracy of the instrument. The vis- 
cosity of water for this instrument used in this laboratory was 
found to be 40 at 70° and 75 at 212°. 

Specific Gravity—For the determination of specific gravity the 
Eichhorn picnometer is used. Cool the oil to 60° F. and fill the 
little bulb slowly with the oil so that no air bubbles enter 
with the oil, as the presence of air in the reservoir renders the result 
entirely inaccurate. Hold the picnometer at about a 70° angle 
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when filling it so that the bubbles may be worked out to a better 
advantage. When the bulb is entirely full of the oil, and free of 
air, stopper it, wipe it free of oil, place it in a cylinder of water 
which is at 60° F. and read the specific gravity from the gradua- 
tion of the instrument that is tangent to the meniscus curve of 
the surface of the water. 


Some SPECIFICATIONS FOR OILS 


Engine oils. 


1. Flashing-point above 400° F. 

2. It must be a pure mineral hydrocarbon oil, free from 
adulteration. 

3. Its specific gravity must be between 26° and 30° Baumé. 

4, Its viscosity (compared with water at 60° F., using a P.R.R. 
standard 100 e.c. pipette) must pe, when determined at 
80° F., not less than 2.5. 

5. The oil must be free from acids, sulphur compounds or 
any other corrosive substances, and free from dirt or 
any other gritty material. 


Heavy Dark Engine Oil. 


1. Flashing-point above 450° F. 

2. Its viscosity (compared with water at 60° F., using a P.R.R. 
standard 100 c¢.c. pipette), when determined at 80° F., 
must not be less than 2.5. 

3. The oil must be free from all sulphur compounds, acid or 
any other corrosive substances of any kind, and free 
from dirt or any gritty substances. 

4. Its specific gravity must be between 26° and 30° Baumé. 


Cylinder Oil. 


1. It must have a flashing-point of not less than 550° F. 

2. Its specific gravity must be between 25° and 26° Baumé. 

3. Its viscosity (compared with water at 60° F., using a P.R.R. 
standard 100 c.c. pipette), when determined at 330° F., 
must not be less than 1.25. 

4. It must contain no saponifiable animal oil, and be a pure 
mineral hydrocarbon oil, free from adulterations. 
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5. The oil must be free from sulphur compounds, acids or 
any other corrosive substances of any kind, and must 
be free from dirt or any gritty substances. 


Journal and Roll Neck Grease. 


1. It must be free from all dirt and grit of any kind, acid or 
corrosive substances. 

2. It must be absolutely neutral in reaction and free from 
metallic oxides, other than lime. 


Torch Oil. 


1. It must have a flashing-point of not less than 125° F. 

2. It must show a fire test not below 150° F. 

3. Its specific gravity must be between 44° and 48° Baumé 
at 60° F. 

4. It must not become cloudy when cooled at 0° F. 

5. This oil must be pure petroleum oil, free from dirt, grit, 
lumps, water, etc. 


Taraffine Oil. 


1. This oil must be neutral in reaction, free.from all dirt or 
similar substances, and may have a flashing-point as low 
as 200° F. It must be pure petroleum oil. 

2. Its viscosity (compared with water at 60° F., using a P.R.R. 
standard 100 c.c. pipette), when determined at 60° F., 
should not be less than 1.2. 


Screw Cutting Oil. 


1. This oil shall consist of paraffine oil of about 27° Baumé 
gravity compounded with not less than 25 per cent by 
weight of fat oil, cotton seed preferred. 

2. The compounded oil shall have a flashing-point not below 
300° F. and a burning point not above 425° F. 


Fish Oil. 


. It must have a flashing-point of not lower than 525° F. 
. It must congeal at 43° F. 

. It must be free from soaps of any kind. 

. It must have a specific gravity of 21° Baumé. 

. It must be free from dirt and impurities. 


or WN Re 
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Barrels must be in good condition, and should any barrel 
contain water, dirt, or other impurities it will be rejected. 


Notrr.—The foregoing specifications follow very closely those gotten out 
by the Philadelphia & Reading R. R. under Robt. Job. : 


Viscosity by the Universal Standard Saybolt Viscosimeter.— 
The following viscosity figures were recently recommended to 
the author by a chemist of much experience in the manufacture 
of lubricants: 

Engine oil at 100° F., 150 to 200 viscosity; average 160 to 180. 

Heavy, dark engine oil at 130° F., 175 to 250 viscosity; average 
200. 

Cylinder oil at 212° F., 150 to 206 viscosity; average 160 to 
1 Osee 

Paraffine oil at 100° F., 110 to 150; for light work, 100, and for 
heavy work, 150 viscosity. The Saybolt viscosimeter is widely 
used. 
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RESULTS OF SOME OIL TESTS 


CYLINDER O1L 


fees seal toy jester aces, | se. | ee 
2/7/12. Per Cent| Degrees | Degrees Degrees 
Unitedee® sain. Seek 0.168 546 628 153 | 0.895) 20.53} 40 

Cylinder oil......... 0.279 55D 630 184 | 0.89 | 22.61] 37 
Wapitoleecte sss sn 0.232 566 646 197 | 0.898) 22.24! 36 
Dark crescent. .....| <<<. ae ead | Vea oie ; Bie 

3/18/12. 
Capitol eee’ Was. 0.126 505 558 161 0.914) 18.30} 39 

8/13/12 
Special 600.2%. 25... 0.00496} 492 526 139 | 0.910] 22.45] 26 
High standard...... 0.00215} 508 552 185 | 0.918} 17.84] 30 
No. 1 Oil City Oil. ../0.0010 | 590 642 189 | 0.890) 16.93} 37 
No. 2 Oil City Oil. ../0.00108) 555 622 162 | 0.884) 16.45) 32 
S20 fs oe ee eee 0.00223} 505 570 148 | 0.880} 21.25) 42 
= Se ene Ty aoe doe ba So 0.003 462 522 125 0.882) 8.98} 44 
Capitol cylinder oil. . 0.002 551 618 | 178 | 0.8938) 6.41} 41 
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7 Viscos- 
. F Sp. Sap. Cold 
Tae Flash. | Fire. oe Gray: Val. Test. 
SOO KGS Es somes cd oaoc 0.144 | 558 628 160 | 0.892] 17.60] 35 
BY OUD Bixcuto ok a Beh ss 0.113 | 530 588 1384 | 0.895) 30.24} 46 
WMOERICY oe cs sels + es 0.258 | 546 624 185 | 0.896! 21.78] 40 
Wii Va Lab ueshneoee. 2 0.139 | 357 399 102 | 0.884] 8.029} 15 


MISCELLANEOUS OILS 


° . Viscos- Sp. Cold S : 
fest, | Flash. | Fire. | jity,| Grav. | est. | Val 
5 8/22/12. 

ROUG Ogee teteerercr: = 0.016 | 404 459 187 | 0.870/17°F. | 20.12 
Tempering oil......... 0.0038) 488 552 142 | 0.860/35.6°F.; 2.82 

EL Orcly Olly erect stern Ble rasa 205 229 50 | 0.844] .... 5.5 

Viscos- | Viscos- Flash F 
te ity at | ity at | point, | Test. 
3/27/11. 


Mineral lard oil cutting oil............ 61 183 92 384 | 452 


CHAPTER XIX 
Part II 
THE TESTING OF COAL 


External Moisture.—By this term is meant the rain, snow, 
or mine, or barge water adhering to the surfaces of the coal. 
For this determination samples should be put at once into Mason 
jars supplied with screw tops and rubber washers or gaskets. 
The jars should be filled at the place of sampling and the tops 
screwed down, tightly, on the rubber. The jars can then be 
taken to the laboratory and allowed to attain the room tem- 
perature and weighed without opening them. After getting this 
weight, the jars are opened andthe contents are spread out in 
thin layers, taking care that this operation is performed without 
the smallest loss of the weighed coal. The opened jars are 
placed in a bath of hot air to dry. The rubbers are removed and 
marked the same as their respective Jars during the drying of the 
latter at a temperature of about 80° C. The contents of the jars 
are also labeled and are dried, without any crushing, at a tem- 
perature of 100° C. for several hours until all evidences of external 
dampness is gone and the fines in the samples have a tendency 
to be dusty. The tests are then returned to their respective 
containers; the rubbers and tops are also returned to their jars. 
The jars and their dried contents are again weighed after regain- 
ing the room temperature. The dry, empty jars with caps and 
rubbers on were also weighed in the meantime. The weight 
of the jars and the wet contents less the weight of the jars and 
the dry contents equals the weight of external moisture. The 
weight of the external moisture multiplied by 100 and divided 
by the weight of the corresponding jar and wet contents, from 
which has been deducted the weight of the dry empty jar, con- 
stitutes the per cent of external moisture. All weights referred 
to are taken with the caps and rubbers on the jars and arc made 
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on a torsion balance. This balance is of 10 kilos capacity and 
sensitive to a tenth of a gram. For these tests large samples are 
taken, from 1 to 2 pounds. 

Internal Moistwre——The sample after being used for the deter- 
mination of the external moisture is crushed to 100 mesh or finer 
and 1 gram of the powdered coal is dried for one hour at 105° C. 
The loss of weight constitutes the internal moisture which is 
reported in percentage. The sample is dried in a 20 c.c. platinum 
crucible. 

Volatile Matter—Place the crucible containing the sample on 
which the internal moisture determination was made in a 
ni-chrome’ triangle supported 8 cm. above the top of a Bunsen 
burner and play a flame 10 cm. high back and forth across the 
bottom of the crucible which is covered with a tightly fitting 
lid. Continue this heating for four minutes. Then place the 
burner directly under the crucible with the flame stationary and 
increase the length of the flame to 20 cm. Continue to heat 
for seven minutes more. Cool in a desiccator and weigh. The 
loss of weight constitutes the volatile matter. 

The Committee on Coal Analysis of the American Society for 
Testing Materials and the American Chemical Society recom- 
mend that the volatile matter be determined in a 10 gram plati- 
num crucible, using a capsule lid, that is, one that fits inside the 
crucible. The crucible and its 1 gram sample can then be placed 
in a muffle heated to 950° C. and maintained at this tempera- 
ture for seven minutes. The author would prefer to use an elec- 
trically heated muffle furnace * which every laboratory should 
have, without fail, and can make at a low cost for this purpose. 
See Making and Repairing of Laboratory Electric Furnaces, 
page 505. The crucible is placed on a ni-chrome triangle support 
bent so as to keep the bottom of the crucible clear of the floor 
of the furnace. 

Fixed Carbon and Ash.—The residue remaining in the crucible 
after the determination of the volatile matter is heated to a dull 
red and maintained at this heat until all carbon is burned away. 
The operation can be facilitated by supporting the crucible in a 
slanting position with the lid only partly covering it. Also 
occasional stirring of the mass in the crucible, using great care to 


*The electric muffle is ventilated by a regulated stream of air drawn 
from the compressed-air pipe. 
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prevent loss of the ash, will expedite the removal of the carbon. 
When the ash has assumed a uniform gray or reddish color free 
of all black material, the crucible is transferred to a desiccator, 
cooled and weighed. The loss of weight due to this removal of 
carbon is calculated to percentage as fixed carbon, on a basis 
of 1 gram. 

The ash found in the fixed carbon determination can be 
calculated as such to percentage or the ash can be gotten on a 
separate 1 gram sample. The freshly weighed sample is at first 
smoked off on a Bunsen burner as described in the determi- 
nation of the volatile matter. The crucible is then raised to a 
dull red heat after all smoking is over and the heating is continued 
as already described. The extensive preliminary report of the com- 
mittee above mentioned can be found in the Journal of Industrial 
and Engineering Chemistry, Vol. 5, No. 6, pages 517-528. 

Heat Units.—Any of the well-known-calorimeters can be used 
for this work. As the details of the operations of the instruments 
are always furnished with the latter, it seems quite unnecessary 
to repeat them here. The author would recommend that operator 
check his work and the instrument against some convenient 
material of known heat units. For this work the author has a 
standard coal powder on which the heat units were determined 
by the U. 8. Bureau of Standards and a sample of the standard 
benzoic acid which is also furnished by the same institution for 
a small fee. The checking should be done at frequent intervals 
during the operation of the calorimeter. 

Sulphur.—Grind together in an agate mortar 4 grams of 
magnesia and 2 grams of sodium carbonate until an intimate 
mixture of these materials is obtained. Mix thoroughly with 
four-fifths of this mixture 1 gram of the finely powdered coal 
in a platinum or porcelain crucible. Then put the other one- 
fifth of the mixture as a layer on top of the mixture of coal 
powder, magnesia and sodium carbonate. Place the crucible in 
an inclined position over the low flame of a Bunsen burner. 
Move the flame slowly back and forth under the crucible until 
it is very gradually brought to a low red heat on the bottom, 
and the mixture glows faintly under the top layer, as can be 
ascertained by giving the mass a slight stir with a ni-chrome 
wire. Continue this low heating until all black due to carbon 
is gone. Stir the mass at intervals. 
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Transfer the residue in the crucible, when the carbon is gone, 
to a casserole. Rinse out the crucible with about 40 e.c. of 
water, adding the rinsings to the residue in the casserole, Add 
70 c.c. of bromine water to the casserole, cover it with a watch 
glass, boil ten minutes, remove the cover, add 50 c.c. of cone. 
HCl and evaporate to dryness. Cool, add 20 c.c. of cone. HCl, 
heat, add 100 c.c. of water, filter out any insoluble matter and 
wash with dilute HCl. Dilute the filtrate and washings to 300 c.c. 
Heat to boiling and add 25 c.c. of a saturated solution of barium 
chloride diluted with 75 c.c. of water. Let the barium sulphate 
settle for several hours, preferably overnight. Finish as in 
gravimetric sulphur in steels. 

For a check the operator can carry through the factor weight 
as recommended by the before mentioned committee. The 
above is a modified form of the Eschka method. Blanks should 
be carried through all of the above operations and deducted. 

For a check method 1 gram of the powdered coal can be fused 
in the calorimeter bomb with sodium peroxide and potassium 
chlorate per directions given with the calorimeter. Also 0.5 gram 
of coal can be fused in a platinum crucible with a mixture of 15 
crams of sodium carbonate and 5 grams of potassium nitrate, 
dissolved out in water, transferred to a casserole, acidulated 
vith HCl and finished as in the Eschka method. A further 
check method is to fuse 0.5 gram of the powdered coal with 
a mixture of 15 grams of sodium peroxide and 7.5 grams of 
sodium carbonate in an iron crucible. The melt is dissolved 
out in water, acidulated with HCl and finished as in the other 
methods. . 

The barium sulphate, obtained by any of the methods given, 
must be moistened with a few drops of dilute sulphuric acid 
after it has been ignited free of carbon. It is then ignited again 
to free it of the excess of the sulphuric acid. This insures 
against the presence of barium sulphite due to the reducing 
action of the burning filter paper. 

Phosphorus.—Obtain the ash from 1.63 grams of the coal by 
burning the same on a low flame in a 20 gram platinum crucible. | 
Fuse the ash with twenty times its weight of sodium carbonate 
and 0.100 gram of niter. Dissolve out the fusion with water, 
and transfer it to a casserole and acidulate with HCl, keeping 
the casserole covered to avoid loss. Heat until all spraying is 
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over; evaporate to dryness, cool, redissolve by first heating with 
10 c.c. of cone. HCl. Add 50 c.c. of water. Heat, filter, add a 
few drops of ferric chloride solution unless there is enough iron 
present to give a red precipitate with ammonia in the filtrate and 
washings. Wash the ammonia precipitate a few times with water 
and then dissolve it off the filter with 20 c.c. of 1.20 nitric acid. 
Use the acid hot and pour it back on the filter until all of the 
iron hydroxide, which will carry all of the phosphorus, is dis- 
solved off the filter. Wash the filter with some 1 : 40 nitric acid 
about twenty times or until the washings do not give an appre- 
ciable iron test with KCNS. Evaporate the filtrate and wash- 
ings to 15 c.c. Add 15 c.c. of water, boil with a slight excess of 
KMn0Osz solution, clear the excess of manganese oxide away with 
ferrous sulphate, add molybdate to the hot solution and finish 
as in steel. 

Those who are interested in more elaborate details are referred 
to the preliminary report of the committee already referred to, 
or to Technical Paper No. 8 of the Department of the Interior, 
Bureau of Mines, Washington, D. C., Entitled Methods of 
Analyzing Coal and Coke, by Frederick M. Stanton and Arne C. 
Fieldner. The authors also give the method they use for the 
determination of nitrogen in coal. The preliminary report of the 
Committee on Coal Analysis can be found’in Vol. 5, No. 6, of 
the Journal of Industrial and Eng. Chemistry. 

Coke Analysis.—Carbon.—The author determines the total 
carbon, as in the analysis of graphite, by burning 0.200 gram of 
the coke in the electric combustion furnace. 

The sulphur is obtained by fusing 0.5 gram of the coke in an 
iron crucible with 15 grams of sodium peroxide mixed’ with 10 
grams of sodium carbonate. The fusion is then dissolved out 
with water and finished as given for sulphur in coal. 

The ash is obtained as in coal. 


THE DETERMINATION OF SULPHUR IN CRUDE PETROLEUM 


Method No. 1.—The steel chemist is occasionally called 
upon to report on the sulphur content of crude oil. The 
following methods check nicely: Make an intimate mixture 
of 15 grams of dry sodium peroxide and 74 grams of sodium 
carbonate. Place about two-thirds of this mixture in an iron 
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crucible. Stir into it 0.2 gram of the oil. Do not use over 
0.3 gram of the oil or it will explode when the heat is applied. 
Then put on the top of the oil and the NagO2+NazCO3 mixture, 
the balance of the NagO2 and sodium carbonate. Then apply 
heat gently until the reaction is over. Then heat until the 
flux is melted; dissolve out the fusion; acidulate it with HCI; 
evaporate; take up in HCl and water; filter and precipitate the 
sulphuric acid formed with barium chloride; and finish the sulphur 
in the usual way. 

Method No. 2.—Place 1 gram of potassium chlorate, 0.2 gram 
of benzoic acid, and 15 grams of sodium peroxide in the cartridge 
of a Parr or other calorimeter. Stir into this 0.2 gram of the 
oil until the mixture is complete. Then fire the mixture as in 
a heat unit determination. This method is given by Parr. 
Finish as in Method No. 1. 

An oil that gave very high sulphur steel when it was used as 
fuel in the open hearth furnace showed the following sulphur 
by the two methods: 


No. 1 Method. No. 2 Method. 
Per Cent. Per Cent. 
SUTIOIIEIE. < Gevcis che aco Ratton Seta ieee 3.89 3.70 


Sua 


CHAPTER XX 


Part I 


THE PERCENTAGE REDUCTION OF A SUBSTANCE IN SOLUTION 
TO ANY DESIRED PERCENTAGE 


Let P=the percentage of the substance in the concentrated 
solution; 
p=the lower and desired percentage of the substance; 
A=the specific gravity of the concentrated solution; 
W =the amount of water necessary to add to 1 c.c. of the 
cone. solution to reduce it to the desired lower per- 
centage. 


Then es (es 8\ de 


Calculations.—Suppose the specific gravity of a given sample 
of nitric acid is found by means of a hydrometer to be 1.400 at a 
temperature of 20° C. By table No. 1 we find that the difference 
in specific gravity for 1° C. between 1.37 sp. gr. and 1.405 is from 
0.0013 to 0.0014, or a total difference of 0.0001 for a variation of 
0.035 in specific gravity. Now 1.400 is 0.030 above 1.37 in specific 
gravity, therefore the correction for 1° at 1.400 is. 0.0013+ 3% 
of 0.0001, or 0.0013+0.000085, or 0.001385. Since the tem- 
perature was 20°, then the specific gravity of the given acid if: 
cooled to 15° would be 1.40+0.00138X5, or 1.4069. By the 
table we find that the nearest specific gravity, or 1.405, gives a 
percentage of 66.40. Further, the percentage correction at this 
point for 0.001 of specifie gravity is 0.220. Therefore, the 
percentage of the given concentrated acid at 15° would be 66.40-++ 
0.220 X 1.9, or 66.4+0.418, or 66.818, or P in the reduction formula. 

For example, if it is desired to reduce this 66.818 per cent 
§6.818—32.00 


acid at 15° to 32 per cent acid at 15°, then we have SUNT Pee 
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34.818 
39 —X 1.4069, or 1.088 X 1.4069, or 1.530, or every c.c. 


1.4069, or 


of the acid requires 1.5307 ¢.c. of water to reduce it to 32 per 
cent at 15° C. By consulting table No. 2 it will be seen that 
1000 c.c. acid of 1.407 specific gravity requires 1531.8 c.c. of 
water to reduce it to 32 per cent acid at 15° C. 

In like manner, if it is required to obtain 20 per cent acid from 


66.818 per eent acid: x 1.4069, or ast «1.4069, 


or 2.3409 X 1.4069, or 3.2934. That is, 1 c.c. of 66.818 per cent 
acid requires 3.2934 c.c. of water to dilute it to 20 per cent acid 
at 15° C. 

Use of Table No. 2.—Having by means of Table No. 1 calcu- 
lated the observed specific gravity to 15°, then from Table No. 2 
the amount of water required to reduce such an acid to 32 per 
cent or 20 per cent is read either direct or by interpolation. 

In a similar way one can reduce concentrated ammonia to any 
desired lower percentage, the only difference being that in cal- 
culating to 15° C. the correction for percentage is subtractive 
instead of additive as in the case of acids, the reason, of course, 
being that the greater the density of ammonia solution in water, 
the lower the percentage of NH3 therein. 

If one needs to prepare from concentrated ammonia an 11.50 
per cent solution, first, dilute 2 parts of the former with 1 part 
of water and cool to the room temperature. Let the reading 
be 0.9385 at 23° C. The correction for 1° C. at 0.938 by Table 
No. 3 is 0.0004 for specific gravity. The total correction for 
the 8° is 0.00048, or 0.0032. The specific gravity of the 
ammonia at 15° is therefore 0.9385+0.0032, or 0.9417. By the 
table the nearest lower specific gravity is 0.940, which corre- 
sponds to 15.63 per cent ammonia. The percentage correction 
for 0.001 of specific gravity at this point is 0.295. Therefore, 
the total correction is 0.295X1.7, or 0.5015. Hence, the per- 
centage for a specific gravity of 0.9417 is 15.63—0.5015, or 
15.1285. To reduce this percentage to 11.50 the formula gives 
the following: 


15.128 —11.50 
11.50 


or 1 liter of this ammonia would require 297 c.c. of water to 
dilute it to 11.50 per cent at 15° C. 


0.9417 =0.297, 
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TABLE I.—AQUEOUS SOLUTIONS OF NITRIC ACID 


From a Table by Lunge and Rey. Specific Gravities and Percentages HNOs. 
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TABLE II.—DILUTION OF CONCENTRATED NITRIC ACID 
To 20 and 32 Per Cent. 


Water ADDED TO WATER Appep TO 
Svecific 1000 c.c. Variation Specific 1000 c.c. Variation, 
Gravity in Weight,|| Gravity jin Weight, 
HNOs Water for HNOs Water for 
at 15° C. 20 Per 32 Per Loe at 15°C. 20 Per 32 Per 2 
Cent. Cent. Cent. Cent. 

1.395 | 3086.4 | 1405.9 1.38 1.433 || 3790.5 | 1831.7 1.88 
1.396 | 3103.3 | 1415.8 139 1.484 | 3810.6 | 1843.9 1.90 
SOT Deol 20rae | 4aQan7 3-91.40 1.485 | 3880.7 | 1856.1 1.91 
PeOUGm ola Gata! 14D: ¢ 1.41 1.436 | 3852.0 | 1869.0 1.92 
1.399 3154.0 | 1445.6 1.42 1.487 | 3873.3 | 1881.9 1.94 
1.400 | 3171.0 | 1456.9 1.43 1.438 | 3894.6 | 1894.8 1.96 
1.401 | 3188.7 | 1467.1 1.44 1.489 | 3915.9 | 1907.7 1.98 
1.402 | 8206.4 | 1477.4 1.46 1.440 | 3937.0 | 1920.6 2.00 
1.403 | 3224.1 | 1487.6 1.47 1.441 | 3958.5 | 1933.7 2.02 
1.404 | 3241.8 | 1497 9 1.48 1.442 | 3980.0 | 1946.8 2.03 
1.405 | 3259.6 | 1510.4 1.49 1.448 | 4001.5 | 1959.9 2.05 
(E406 SB) Serdcou)! AS21208 wl 61250 1.444 | 4023.0 | 1978.0 ; 2.06 
SEAOT ie S295-5 | 153128 1.52 1.445 | 4044.6 | 1986.0 | 2.07 
1.408 | 3313.2 | 1542.5 1.538 |! 1.446 | 4066.2 | 1999.2; 2.09 
1-409) |) 3330.9) 1553.2 1.55 1.447 | 4087.8 | 2012.4 2.10 
1.410 | 3348.8 | 1564.2 ys 1.448 | 4109.4 | 2025.6 eel 
e411 | 336722 | 1575.3 1.58 1.449 | 4131.0 | 2038.8 Pj 314 
1.412 | 3385.6 | 1586.4 1.59 1.450 | 4152.8 | 2051.8 2.138 
1.413 | 3404.0 | 1597.5 1.60 | 1.451 | 4175.1 |! 2065.2 2,45 
1.414 | 3422.4 | 1608.6 1.61 1.452 | 4197.4 | 2078.6 PA ANE 
1.415 | 3440.6 | 1619:7 1.62 1.453 | 4219.7 ,; 2092.0 2.19 
1.416 | 3459.6 | 1631.2 1.63 1.454 | 4242.0 | 2105.4 2.21 
1 417 | 3478.6 | 1642.7 1.65 1.455 | 4263.2 | 2118.8 222 
1.418 | 3497.6 | 1654.2 1.66 1.456 | 4286.3 | 2132.9 2.24 
1.419 ; 3516.6 | 1665.7 1.68 |! 1.457 | 4309.4 | 2147.0 2).25 
1.420 | 3585.8 | 1677.4 1.70 1.458 | 4332.5 | 2161.1 2.26 
e429. | 355521; | 168921 1.70 1.459 | 4855.6 | 2175.2 220 
1.422 | 3574.4 1700.8 1220 1.460 | 4878.5 | 2189.1 2.28 
AIS | 359327 4 1255 1.70 1.461 | 4402.6 | 2203.7 2.30 
1.424 | 2613.0 | 1724.2 1.70 1.462 | 4426.7 | 2218.3 2.32 
HAZ b|soboeeo) 135-8 ry 1.463 | 4450.8 | 2232.9 2.34 
1.426 | 3651.9 | 1747.6 1.72 1.464 | 4474.9 | 2247.5 2.36 
1.427 | 3671.5 | 1759.4 1.74 || 1.465 | 4499.0 | 2262.3 2.38 
1.428 | 3691.1 | 1771.2 Lees 1.466 | 4523.8 | 2277.5 2.41 
1.429 | 3710.7 | 1783.0 1.79 1.467 | 4548.6 | 2292.7 2.44 
1.430 | 3730-2: | 1795.1 1.82 1.468 | 4573.4 | 2307.9 2.47 
430 3750.3 | 1807-3 1.84 1.469 | 4598.2 | 2323.1 2.50 
1.482 | 3770.4 | 1819.5 1.85 1.470 | 4623.2 | 2338.3 2.59 


For further illustration, suppose it is necessary to obtain the 
percentage of ammonia corresponding to a specific gravity of 
0.947 at 22°. The correction for specific gravity per 1° of 
temperature at the nearest point in the table (0.946) is 0.00036. 
As the reading was taken 7° above the 15°, then the total cor- 
rection is 0.000367, or 0.00252, and the corrected reading is 
0.947-+0.00252, or 0.9495. The nearest lower specific gravity in 


482 THE PERCENTAGE REDUCTION OF SOLUTIONS 


Table No. 3 is 0.948, being equivalent to a percentage of 13.31. 
Now the correction for percentage at this point is 0.285 for every 
0.001 of specific gravity. The total correction is 0.285 1.5, or 
0.427. The percentage of the ammonia for 0.9495 at 15° is 
13.81—0.427, or 12.88 per cent. 


TABLE III.—SPECIFIC GRAVITIES 
Lunge and Wiernik. 


OF AMMONIA 


Difference |; Difference gore 
Specific | p nt| in Specifie |'",Per Cent || Svecific | ber Cent 
aig | N.”| “Grenity” | 1g 0004 | Crest | Nat 
for 1° C. Gravity. 
0.980 42805)) 0200025 | “eee 0.930 | 18.64 
0.978 5.30 | 0.000238 0.250 0.928 | 19.25 | 
0.976 5.80 | 0.00024 0.250 || 0.926 | 19.87 | 
0.974 6.30 | 0.00024 0.250 0.924 | 20.49 
0.972 6.80 | 0.00025 0.250 0).922) || 28 12 
0.970 7.31 | 0.00025 0.255 || 0.920 | 21.75 
0.968 7.82 | 0.00026 0.255 0.918 | 22.39 
0.966 8.33 | 0.00026 0.255 0.916 | 23.03 
0.964 8.84 | 0.00027 0.255 0.914 | 23.68 
0.962 9.35 | 0.00028 0.255 0.912 | 24.33 
0.960 9.91 | 0.00029 0.280 0.910 | 24.99 
0.958 | 10.47 | 0.00030 0.280 0.908 | 25.65 
0.956 | 11.03 | 0.00031 0-280 0.906 | 26.31 
0.954 | 11.60 | 0.00032 0.285 0.904 | 26.98 
0.952 | 12.17 | 0.00083 0.285 0.902 | 27.65 
0.950 | 12.74 | 0.00034 0.285 0.900 | 28.33 
0.948 | 13.81 | 0.00035 0.285 0.898 | ‘29.01 
0.946 | 13.88 | 0.00036 0.285 0.896 | 29.69 
0.944 | 14.46 | 0.00037 0.290 0.894 | 30.37 
0.942 | 15.04 | 0.00038 0.290 0.892 | 31.05 
0.940 | 15.63 | 0.000389 0.295 0.890 | 31.75 
0.988 | 16.22 | 0.00040 0.295 0.888 | 32.50 
0.936 | 16.82 | 0.00041 0.300 0.886 | 33.25 
0.934 | 17.42 | 0.00041 0.300 0.884 | 34.10 
0.932 | 18.03 | 0.00042 0.305 0.882 | 34.95 


SOLUTIONS 
Diference _ Difference 
in Specific 159.001. 
for 1° GC. Epecifte 

Gravity. 
0.00042 0.305 
0.00043 0.305 
0.00044 0.310 
0.00045 0.310 
0.00046 0.315 
0.00047 0.315 
0.00048 0.320 
0.00049 0.320 
0.00050 0.325 
0.00051 0.325 
0.00052 0.330 
0.00053 0.330 
0.00054 0.330 
0.00055 0.335 
0.00056 0.335 
0.00057 0.340 
0.00058 0.340 
0.00059 0.340 
0.00060 0.340 
0.00060 0.340 
0.00061 0.350 
0.00062 0.375 
0.00063 0.375 
0.00064 0.425 
0.00065 0.425 


CHAPTER XX’ 
Part II 


_ PLAN AND VIEWS OF CHEMICAL LABORATORY FOR STEEL WORKS 
PRACTICE 


THE working drawings show an extension planned by the 
author, and added to the laboratory of the Park Works of the 
Crucible Steel Co. of America. (Pages 484 and 490.) 

Central double tables are located at D, D, and single side 
tables at H, F, E, J, I, anda single center one at G, Fig. 39-1. 
Tables D, D, and £# are supplied with gas at 8-ounce pressure, 
compressed air at about 80 pounds and water as shown. At 
the small deep stone sinks on the ends of the tables are brass 
water power pumps. [Illustration 20, page 298, gives a view of 
one of these suction outfits where four chromium-vanadium tests 
can be filtered through porous alundum thimbles, connected to 
one pump by means of a glass manifold. The circles represent 
the large wash bottles that are placed on high pedestals. 

View 40 shows these bottles above the tables. No. 41 shows 
the hoods. The halves of D, D, Fig. 39-1, facing the center 
aisle are used for combustion work. There is abundant room 
for eight outfits, four on each half. View 42 shows four combus- 
tion furnaces with trains. The other halves of D, D, are for 
general analytical work and serve the hoods C and B, Fig. 39-1. 

All hoods are equipped with water and extra heavy lead waste 
pipes for condensers. View 43 shows one of these brass water 
- cocks of which there are two in each division of the hoods. View 
43 also shows the way in which the gas is distributed to the 
various burners from gas cocks concealed in the hood cupboards 
below. All working surfaces of the hoods and the tables are 
covered with stone slabs. All heating apparatus is placed on an 
upper slab set on wooden cross pieces leaving an air space of 
about 14 inches. This removes danger of the stone slabs being 
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VIEW OF GRAVITY WASH 


BOTTLES 


View 40. 
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View 41. 


VIEW OF TABLE FOR CARBON FURNACES 
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View 42. 
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View 44, 


ACID-PROOF STONEWARE SINK A489 


cracked by radiated heat. The back walls of hoods are of acid- 
proof brick with a white surface as shown in Views 41, 43,44, 
The latter show the way the hoods are fitted with sliding doors 
and are framed with cabinet-finished straight-sawed oak. The 
sliding doors the author has found to be far superior to any 
others. The hoods along the walls of the laboratory are much 
to be preferred to center hoods. The latter cut off the light, do 
not have a good draught and cannot be backed with acid-proof 
material. Again the center hood is peculiarly subject to dirt 


Fig. 45. 


dropping from its upper parts and its flues. If bits of mortar 
drop from flues, slanting sash can be set up as shown in the 
hood at the rear of View 44. These frames are supported on 
iron rods and can be removed in a few moments when it is 
desired to clean out the hoods. All tables, hoods, and exposed 
floor lines have stone baseboards to prevent the marring of 
the woodwork when the floors are mopped or scrubbed. The 
large sinks near the doorways are made of heavy acid-proof 
stoneware. The nipple at the outlet of the sink fits into a terra- 
cotta sewer via a trap of the same material. All joints are 
caulked with oakum and on top of the latter is poured hot 
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asphaltum. The sinks of this description are practically inde- 
structible. Fig. 45 gives the author’s design and dimensions 
of this acid- and alkali-proof sink. The sewer from such a sink 
should never lead away from it in a horizontal direction. The 
terra-cotta sewer from any sink into which acid, alkali, or any 
corrosive waste is poured should drop vertically to the basement 
to prevent stoppages and leaks. To prevent broken glass and 
other odds and ends from getting from the sink into the sewer, 
a false bottom of oak, perforated with one-quarter inch holes, 
should be provided. To prevent the pitch from running out of 
the joints in hot weather, it is safer to finish off the joints with a 
final layer of cement plastered firmly on top of the pitch; it is 
absolutely necessary to do this when it is impossible to avoid 
placing a length or two of pipe horizontally. 

The elevation of the balance table used in room 5 is shown 
in the drawing at H—1, Fig. 39-2, page 484. The elevations of 
the hoods and tables in rooms Nos. 4, 5, and 6 are given at 
A—1, B—1, C—1, D—1, E—1, F—1, G—1, I—1, and J—1, 
respectively (see Figs. 39-2-3). 

The stone tops of all of the work tables are covered with sheet 
rubber packing of about one-eighth inch thickness. This mate- 
rial makes a nice appearance and prevents considerable breakage 
of glassware. ; 


CHAPTER XX 


Part III 


MICROSCOPIC EXAMINATION OF STEEL 


Preparation of Samples.—The author gives the following to 
save much time reading the long list of works on this subject 


Puorto 46. 


‘published in the United States, England, and France for those 
of his readers who are novices in the microscopic examination 
of steel. The routine of the work is given in minute detail 
because success in this line of steel testing and study requires 
much painstaking attention for success. Imperfect polishing 
may put small depressions and irregularities in the specimen 
that render the microphotograph misleading. 
492 
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For this work it is necessary to have several cutting-off 
machines. A power hack saw is required for cutting soft steel 
and annealed steel. The Starrett hack saw with 14-inch blade 
answers very well for cutting soft steel specimens or annealed 
steel (Photo 46). 

For cutting hardened steel, Wilmarth Morgan No. 1.26 
surface grinder equipped with alundum elastic cutting wheels 


Puoto 47, 


12 inches diameter, 4; inch thick by 12 inches, grit 24, grade G, 
running at 1500 r.p.m., will speedily cut through the hard high- 
‘speed steel. See Phot 47. 

The section to be examined is cut from the piece pabaiiied 
with power hack saw, if it is soft steel; grind off sharp edges 
and rough spots that are liable to hold fine particles of grit on a 
carborundum wheel. A convenient stone for this operation is 


494 MICROGRAPHIC EXAMINATION OF STEEL 


an 8-inch diameter by 1 inch thick, grit 80, Grade G-5 (Carbo- 
rundum Co.’s make). See Photo 48. 

“It is also necessary to have a two-wheel machine for this 
carborundum wheel. The surface to be polished is held against 
the side of this carborundum grindstone until the scratches of 
the previous cutting are removed. With every change of position 
during the cutting, the piece should be turned so that the new 
scratches will be at right angle to the previous ones. See 
Photo 48 for two-wheel machine. 


Puoto 48. 


It is next held against a wheel covered with No. F Aloxit cloth 
(made by the Carborundum Co.) glued on a backing of a fiber 
board, screwed to a metal wheel disk on the two-wheel grinder. 
The scratches from the grindstone are held against the cloth 
until all scratches are gone. Also an endless belt polisher is 
very desirable at this stage. See Photo No. 49. It-is next 
rubbed back and forth on No. 1 Hubert paper (French ‘emery 
held by mucilage on plate glass). It is then further rubbed by 
hand on Nos. 0, 00, 000, French emery paper, if necessary.” It 
is not always required to use all these grades of the Hubert paper. 

As the cutting paper becomes finer the pressure on the piece 
should be lessened and care must be taken that no grit or dirt 
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gets on the paper while rubbing the sample on it. After the 
final hand rubbing on No. 000 paper has been finished the piece 
is ready for the canvas wheel and carborundum mixture. The 
canvas wheel travels at 1275 r.p.m. See Photo No. 50. 


Puoro 49. 


This wheel is made by stretching canvas over a brass disk 
and tying it to the wheel. The polishing medium is made as 


follows: 


Carborundum (60 minutes)............. 300 gms. 
Vict LOTmeeemT Meee a ee nad os ivcralets bss aia ote 2400 c.c. 
FUNG] concentrated 27. Shes bares 20 c.¢. 


Mix in a large bottle (3000 ¢.c.) and allow to stand till the 
liquid is clear or very nearly so. By means of a siphon draw off 
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the supernatant liquid and discard it. Fill the pottle with 
water again to the same mark and allow to stand. When clear or 
nearly so, siphon and discard the top liquid as before ; and so on, 
until free of acid, or until supernatant liquid retains a milky ap- 
pearance. This indicates the removal of all of the acid. Decant 
this cloudy liquid. 

Fill the bottle again with water to the mark and shake 
thoroughly. Make the mixture very faintly ammoniacal. Shake 


Se | 


Puorto 50. 


it and let settle for ten minutes, siphon off the liquid to within 
about three-fourths inch from the bottom. 

Keep this part just siphoned; shake it well and allow it to 
settle fifteen minutes. Siphon off the top liquid again, and 
keep the bottom mixture, which is the desired part. 

For use dilute this bottom layer with about 10 parts of water. 
To use apply it to the center of the revolving canvas-covered 
wheel with a wash bottle. The sample is held lightly against 
the canvas. The canvas wheel has a copper guard which 
catches the excess polishing mixture and drains same away. 

Buffing or Final Polishing.—A French felt, 10-inch jeweler’s 
buffing wheel is used for this operation. Wheel travels at 1275 
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r.p.m. The felt wheel is also encased in copper guards to catch 
excess moisture and drain same off. The felt is coated with 
alumina-castile soap mixture made as follows: 


AMGMMMNUTN OXIGEs . 5 2 oye apres ses G00 BTA, 
WES Se eee ee oe cin: 2400 c.c. 
PRIN ee cs. tec cts +s 38 20 c.c. 


Mix in a 3-liter bottle and allow to settle till almost clear, 
taking about twenty-four hours. Siphon off the top liquid, fill 
again with water and repeat the operation after settling. Fill 
up again with water to 3 liters make very faintly ammoniacal. 
Shake thoroughly and set aside for fifteen minutes. Then siphon 
off and discard the sludge. Shake the siphoned fluid and set 
aside for thirty minutes. Siphon off the top liquid and keep the 
residue on the bottom which is of the desired fineness. This part 
is added to a solution made by dissolving 100 grams castile soap 
in 800 c.c. water, boiling the mixture of soap and alumina. 

This mixture is applied to the felt wheel from a wash bottle. 
In polishing the piece it should be held very lightly against the 
wheel until all scratches are gone and the surface has a mirror- 
like appearance. The polished piece must be washed in running 
water and dried on a soft towel and is then ready for the micro- 
scope for examination and to be photographed for cracks and 
honeycombed structure (minute round cavities due to gas en- 
trapped during the freezing of the metal). These are found in 
steel that has not been thoroughly killed before casting. Also slag 
enclosures and oval segregations of manganese sulphide are best 
shown in the unetched photograph. 

On the microscope table a small wood block covered with the 
best grade of chamois skin should be at hand for rubbing dust 
particles or finger marks from the polished surface, immediately 
before microscopic examination. 

The Etched Photograph.—The microstructure of the carbides, 
ferrite, pearlite, cementite, martensite, and austenite; and transi- 
tion bodies such as sorbite and troostite are brought out by 
etching with various solutions. A good etching medium is 1 c¢.c. 
of cone. nitric acid mixed with 10 c.c. of absolute alcohol. Hard- 
ened steel is held in this solution from fifteen to thirty seconds. 
- Then washed off in alcohol alone and blown dry at once with 
compressed air filtered through a large bottle filled with glass 
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wool. Unhardened steel etches more rapidly and is held in the 
etching solution for from one second to thirty seconds, depending 
on the kind of steel. 

Picric Etch.—Make a solution of picric acid in alcohol 10 grams 
dissolved in 100 ¢.c. of alcohol. To this add an equal volume of a 
solution of 2 ¢.c. of conc. nitric acid dissolved in 98 c.c. of alcohol. 

Rosenhain’s Reagent to Detect Phosphorus Segregation.— 
Dissolve 30 grams of ferric chloride, 100 c.c. of HCl, 1 gram of 
cupric chloride, and 0.5 gram of stannous chloride in 900 c.c. of 
water. For further details of etching solutions consult The 
Microscopic Analysis of Metals, by Osmond and Stead; Sauveur’s 
Metallography of Iron and Steel, and the numerous other works 
on this subject. 

Photographing of Samples.—Focusing Specimens.—The author 
uses the Leitz camera. See Photo No. 51. The specimens to 
be photographed should be placed on the table above the objective 
and the little are light adjusted until the light is evenly distributed 
over the entire field. This is an important operation, as unde- 
sirable shading on the plate will occur unless each part of the 
field receives the same intensity of ight. By means of the rack 
and pinion on the table bring the section to be photographed 
in the center of the field, after getting the correct focus. The 
field now is just as the finished photograph will appear. 

Consult the chart showing the camera extension in centi- 
meters, using the various eyepieces and objectives. For the 
ordinary work use eyepiece No. 2 and objective No. 3, the 100 
diameter magnification requires the camera to be extended 
68.5 em. Pull out the eyepiece, which then allows the reflected 
light from the specimen to go through the camera and strike on 
the ground-glass plate in the back of the camera. Examine the 
figure closely to see that the picture is properly focused and the 
light evenly distributed. The light from the are, if used directly, 
is entirely too strong, so a light filter must be used. Best results 
are obtained by using a green glass filter No. “B.” Place the 
filter in the slot in the back end of the large condensing lens. 
Examine the image again on the ground-glass screen and then 
by means of the shutter on the condensing lens, cut off the 
light. 

From the dark room get the plate holder containing the plate 
with the sensitive side of the plate next to the slide. Very 
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carefully, so as not to disturb the position of the specimen, 

remove the ground-glass plate and insert the plate holder. 
Exposure of Plate.—Pull out the slide on the plate holder, 

and with a stop watch at hand open the shutter. on the con- 


PuHoto 51. 


densing lens, at the same instant starting the watch. _The time 
allowed is a very important feature and must be estimated by 
several factors, namely, light intensity, nature of the piece being 
photographed, the kind and type of plate used, and the result 
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to be produced. Unetched pieces require much less time for 
exposure than etched ones, as_ they reflect more light. 

For our work we are at present using Wratten and Wain- 
wright ‘“M’ plates, made by the Eastman Kodak Co, These 
plates require about ten seconds’ exposure for unetched specimens 
and about twenty-five seconds for etched ones. During the time 
of the exposure do not jar the apparatus, as the picture may 
become blurred. When the exact time of exposure is reached, 
close the shutter and push back the slide on the plate holder. 
Remove the plate holder and replace the ground-glass plate and 
push in the eyepiece. The apparatus is then ready for the next 
specimen. 

Developing.~-Take plate holder to the dark room and remove 
the plate from the holder, the only light being that from the 
green safe light. The sensitive side of the plate is the white 
side; near one corner, on this side, mark the number of the 
picture with a pencil. 

Immerse the plate in the developer with the sensitive side 
up and at the same time, start the stop-watch. The developer 
is made as follows, and should be poured into the mixture in the 
order as numbered below: 


INGA lessees Aa eho eer Se 1.4 grams of metal 

IN GOR aig ach eh ear gene 5.8 grams of hydroquinone 
INOS keene oe eek ree 21.0 grams of sodium sulphite 
NORE: Se solos each ee cree aes 39.0 grams of sodium carbonate 


The above should be mixed in 900 c.c. distilled water. 

In a large graduate measure 900 c.c. of distilled water. Use 
part of this water to dissolve each of the above in separate 
beakers. When the contents of each beaker are dissolved, pour 
all into a brown glass bottle and add the remainder of the water. 
A roll of strip zine is kept in the bottle acting as a preservative 
for the developer. To use, pour enough developer in a hard 
rubber tray to cover the plate. Make up fresh as needed. 

Using this developer, the time as stated before will require 
three minutes to develop the plate to the right point. When the 
time is up, remove the plate and hold by the edges under water, 
sensitive side down. With the fingers of the free hand rub off 
the black backing, being sure to remove it all. Turn the plate 
over; hold under the faucet and with the heel of the hand rub 
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lightly the whole surface of the plate. Then place the plate 
in the tray containing the fixing bath made as follows: 


SOdIUESH NT OSU DDALGs amine aces vice stecece oa 4 480 grams 
SOcTurosst ON beg ent gee teak iow ie Neg gs, e aot G 30 grams 
Potassium aluminum suiphate...............0.00. 30 grams 


A solution of glacial acetic acid, 28 ¢.c. and 72 ¢.c. water 


Dissolve the alum separately in 200 c.c. of water, the rest 
of the ingredients in 2000 c.c. of water. Then add the alum 
solution last, to prevent clouding. 

After the developed and washed plate has been in this fixing 
solution for four minutes, light will not attack the plate, so it 
may now be examined by holding against an electric light. Keep 
it in the fixing bath for at least ten minutes, preferably fifteen. 
After this time is up place the plate in a tray of running water, 
film side up, and allow the water to wash it for a half hour or more. 
When washed, place in a plate drying rack till thoroughly dry. 
Care must be taken not to allow any dust to settle on the plates, 
and also during handling not to scratch the films. The proper 
temperature for all solutions is 60° to 65° F. When it is thought 
that the plate may have been over-exposed, add several drops 
of 10 per cent KBr in water to the developer. This retards the 
development. 

Printing.—Place the plate in the printing frame with the film 
side up, then hold up to the light and adjust the mat over the 
part desired on the print. Hold the mat with the thumb and 
turn off the bright light, during printing a ruby lamp or orange 
shade should be used. Place a sheet of printing paper over the 
mat with the film side against the film side of the plate. Glossy 
velox paper is satisfactory. On the side of the paper which is 
now up, mark the same number which is on the plate. Put on 
the heavy blotter over the paper and then the back frame of the 
holder; snap the springs under the catches. Place the printing 
frame in the holder in the top of the light box (five lamps, 60 
watts under ground-glass cover). The time of exposure depends on 
the intensity of the plate. The best method to get the correct 
time for exposure is to make several trial prints. The time of 
exposure varies from five seconds to 13 minutes. 

Ordinarily, plates of etched specimens require about ten to 
fifteen seconds’ exposure. After the print is exposed remove 
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the paper and place in a tray containing the same kind of developer 
used for the plates with several drops of KBr solution added. 
Immerse quickly and rock the tray slowly until the picture is 
at the desired intensity. Remove quickly and wash under the 
faucet for several seconds. Then place in a tray containing 
the same fixing bath used for the plates. It should remain in 
the fixing bath for twenty minutes. Light will not affect the 
print as soon as it is placed in the fixer. After the print is fixed 
for twenty minutes it should be washed in the same manner 
as for plates for at least one hour in bath of running water. Use 
a small tank with plate rack in it supporting the plates on 


Puoro 52. 


edge in the rack. After washing, place picture side against the 
drying tin plate and with the rubber roller roll off as much water 
as possible. The print will drop off the drying plate when the 
drying is completed and picture is ready for mounting. The 
prints are cut on a trimming board (Eastman’s). 

Deep Etching with Dilute Sulphuric Acid.—In the second edi- 
tion of “Special Steels,’ page 223, the author called attention to a 
scheme for detecting segregation; defects; and lack of soundness 
by etching polished steel surfaces with dilute H2SO4. The author 
now uses a mixture of 5 parts by volume of conc. sulphuric acid 
diluted with 20 parts of water, In this way, by allowing the 


ETCHING OF 14-19% CHROMIUM STEEL AND STELLITE 503 


acid to act for several hours, all sorts of defects can be detected 
that are never found by the microscope because of the exceedingly 
small portion of the area of the sample included in section taken 
for microscopic examination. By the etching method there is 
no limit as to size of the piece of steel that can be examined, 
except the dimensions of the etching tank. For such tests, 
except for the detection of exceedingly small flaws, a high polish 
is not necessary. ‘Simply a comparatively smooth surface is 
needed. The pickling should be continued until all of the scale 
has been removed from the unpolished parts. Photo No. 52 
shows a sample of steel containing many minute defects that the 
flow of the “metal during high polishing may hide or the section 
-being polished may not include. A long etch of several hours 
tells the story of why the steel failed. 
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Immerse for two minutes, if necessary, in the following: 
Dilute 5 ¢.c. of conc. HCl with 20 c¢.c. of iso-amyl-alcohol and 
add 8 to 9 e.c. of a saturated solution of picric acid in alcohol 
(grain alcohol). Fig. B shows the structure of stellite after 
being etched by the foregoing mixture which is substantially the 
same as recommended by Kourbatoff. (Revue de Met. mars., 
1905, p. 186.) 


Fic. B 


Stellite 300 Trans. 


CHAPTER XX 


Part IV 


THE MAKING AND REPAIRING OF LABORATORY ELECTRIC 
FURNACES 


Ir is quite an economy and instructive for the chemist to 
build and repair his own electric muffle and combustion fur- 
naces.* The modern laboratory cannot afford to be without . 
such equipment. The author used a true ni-chrome wire of Ger- 
man manufacture. For the carbon combustion furnaces, No. 20- 
gauge wire, 0.032 diameter, is a convenient size. Its resistance 
is 0.537 ohm per foot. With a voltage ranging as high as 240, 
direct current, 90 feet of this size is about right and gives a service 
of three or more months, running twenty-four hours per day. 
The wire is coiled around a three-sixteenth diameter rod held in 
guides and run by a one-half horse-powex*motor. 

The expressage is saved to and from the professional repair- 
man and the delay of waiting for the return of the apparatus 
is avoided. 

The coiled wire is wrapped spirally around the clay core, taking 
precaution that the turns of the spiral do not touch each other 
as they wind around the core. The ends of the coil are secured 
at each end of the core with asbestos cord, being tied to the latter. 
The turns of the wire are then covered with a blanket of alundum 
or zirconia cement. The core is put ina warm place until dry. 
At each end of the coil 2 or 3 inches of the wire are left uncoiled 
for connection with the power. One of the cores with the wire 
on it is shown in Fig. 18, page 293. The cement is plastered 
over the spiral of wire, shown in the figure. The chemist can 
readily follow these details by taking such a furnace apart. t 


* The author ventilates his electric muffle furnaces when igniting filter 
papers, etc., by blowing a regulated stream of air through the furnace. 
} The author is now trying the plan of wiring directly on his tapered clay 
504 
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A large muffle furnace can be built by any laboratory. A 
sheet iron frame can be used for the sides. The top and bottom 
of the shell can be in the form of lids of the same material. — It is 
well to place at the top and bottom of each corner of the frame, 
and on the inside of it, right angle strips of hoop iron. These 
make the shell more rigid. The opening for the muffle should 
be central and the frame or shell should be just as deep as 
the muffle is long, so that the muffle will rest in the frame 
and come just flush with the outside of the shell. The muffle 
opening in the frame should fit exactly around the outside of 
the ends of the muffle, so that very little plastering around it 
with the cement will be necessary. The author uses No. 17 
gauge wire for the muffle furnaces, that is, 0.045 inch diam- 
eter. Three coils are wound around the muffle and connected 
in parallel. The writer places the parallel leads on the outside of 
the furnace shell, thereby keeping the leads away from the heat, 
and more accessible. The leads are enclosed in red fiber insulating 
tubes and supported in brass brackets. One lead is placed on 
the right side of the furnace shell and the other on the left side. 
This gives a neat appearance. Where the ends of the coils pass 
through the metal shell, they are carried through small quartz or 
pipe-clay insulating tubes to join the leads. Each coil is 120 feet 
long for a 240 volt, direct current. The heat is regulated by means 
of a rheostat (see Photo No. 3, page 119) of 14 to 25 amps. capacity. 
The doors are sheet iron, lined with fire-brick. They slide up and 
down* in sheet-iron guides and are hung on a lever. The leads 
are of No. 8 gauge ni-chrome wire of the same make as the heating 
wire. The furnace shell is given a coat of stovepipe enamel and, if 
preferred, it can be then given a white finish consisting of two coats 
of aluminum paint. Fifty pounds of magnesia oxide are needed to 
fill in all spaces around the core and retain the heat. The entire 
inside of the shell except the space occupied by the muffle is filled 
with this non-conducting powder. Four right-angle strips of sheet 
brass about one-eighth inch thick will be needed to support the 


combustion tube. This gives a combustion furnace that will come to full 
heat in thirty minutes, and saves the cost of the core tube. 

* Or the door can be made to open on side hinges, horizontally. Such a 
door can be lined with a fire-brick that fits the muffle opening and projects 
into the same. This liner keeps heat in better than one that slides up and 
down. The author finds it convenient to mold and burn his own liners. 
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leads. The whole cost is a mere trifle compared to the price one 
must pay for such a furnace made to order. The muffle is rec- 
tangular; it is 8} 63x14 inches. The furnace shell is 14 inches 
deep to fit the length of the muffle. It is 163 inches wide and 15 
inches high. To hold such a furnace at any desired temperature 
from 200° C. to 1000° C. the current should be controlled with a 
dimmer or rvheostat of from at least 12 to 2.5 amperes and a 
resistance of not less than 60 ohms. 


CHAPTER XX * 
Part V 
SOME IMPROVED ELECTRICAL LABORATORY APPARATUS 


I. Quick-heating Electric Furnace for the Determination of 
Carbon in Steel, etc., with Train.—The train (Photo No. 8, page 
278) consists of (1) a mercury tube to detect leaks and stoppages: 
(2) a safety jar containing a 1: 1 solution of KOH; (3) a tower 
filled loosely with a plug of glass wool followed with anhydrous eal- 
cium chloride, a layer of soda lime and another plug of the wool; (4) 
a jar of short pieces of stick caustic potash with a plug of glass wool 
at the top and at the bottom; (5) a clay and rubber connector doing 
away with rubber stoppers at the charging end; (6) the vitrified 
clay combustion tube with the tapered outlet doing away with 
the rubber stopper at this point also; (8) is the jar of granulated 
zine to stop acid and sulphur; (9) is a jar of phosphoric acid powder 
and (10) is the bulb for absorbing and weighing the CO2. This 
train was designed by the author, being a simplification of his train 
described in J. Am. Chem. Soc., May, 1908. 

The author has now used the tapered clay combustion tubes 
for over six years for the determination of carbon in steel, etc., 
and has been using them for oxygen determinations also. 

The new split muffle type of furnace was designed by the 
author. It is of most simple construction, consisting of a split 
muffle of kieselguhr, a coil of ni-chrome wire embedded in alundum 
cement as a replaceable heating element, and a supporting stand. 
The furnace will heat from the cold to 1000° C. in twenty to 
twenty-five minutes with a current consumption of 3 to 4 amperes. 
It can be cooled rapidly, if desired, by lifting off the top half of 
the split muffle. The author supplanted for some time in this 
laboratory, and in another laboratory under his direction, all of 

* Reprinted from the Journal of Industrial and Engineering Chemistry, 
Vol. VII, No. 11, page 960, November, 1915. 
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the type introduced by him in 1908 * with this new type shown in 
Photo No. 2, page 89, and Photo No. 3, page 119. 

This type of electric furnace can be built in any length of heat- 
ing surface with coils connected in parallel. The type shown in 
Photo No. 2, page 89, is 13 inches long by 335 inches outside 
diameter and 118 ‘inside diameter. The author built the same 
type for organic work 18 inches long. By using three rheostats 
a long furnace can be made to heat to three different temperatures 
at once or it can be heated in one part if desired. 

The furnace presents a bright neat appearance with its white 
muffle; new heating elements can be kept in stock and quickly 
put in place in case of a burn-out, as there are no screws or pow- 
dered heat insulation to bother with. In case the muffle becomes 
soiled it can be put in a muffle furnace and heated to a red heat 
for about twenty minutes, when it becomes as white as new. The 
simple construction makes the furnace a very inexpensive one. 

By using a split insulation muffle of 53 inches outside diameter 
and 23%; inside diameter, the author obtained a furnace of this 
type which is developing 1020° C. with a current consumption of 
only 2.7 amperes. 

II. A New Type of Portable Laboratory Rheostat.—Photo No. 
3, page 119, shows the rheostat designed by the author with a 
view to making repairs more easy and to have a piece of apparatus 
with sufficient capacity to fill the needs of most laboratories. 

The rheostat occupies but a few inches of table width and can 
be set behind the other apparatus as illustrated in Photo No. 7, 
page 276. Repairs are easily made and the white frame of hard 
asbestos board gives a cheerful effect. If desired, two such 
rheostats can be bolted together, making a double instrument. 
The rheostat is practically indestructible so long as its capacity 
is not exceeded as there is nothing about its design to get out of 
repair. 

* J. Am. Chem. Soc., XXX (1908), 773. 
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GHAPRT Hwee 
Part VI 
RHEOSTATS AND LARGE FURNACE FOR HEAT TREATING 


Puoro No.3, page 119, shows a rheostat suitable for a heat- 
treating or ignition laboratory muffle furnace with a muffle of 


Puoto 55. 


14X53 X75 inches, Photo No. 4, page 119. It will control a 
maximum current consumption of 15 amps. at 220 volts, giving 
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Puoro 56. 


Puoto 57.—Detail of muffle shown at M in Photo No, 56, 
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any temperature of 300° CG. or less, to 1100° C., without the 
rheostat wires overheating. It consists of ten steps of 25 ohms 
(about ten coils of 9 feet each, ni-chrome wire of 15 gauge); 
nine coils 44 feet, each 15 gauge (about 10 ohms) and two coils 
of 6 feet, each 11 gauge (about 0.9 ohm), making a total of 
30.9 ohms. Phoenix or Climax wire will answer just as well as 
ni-chrome except when exposed to dampness and fumes, in which 
case the ni-chrome does not rust away so soon. This rheostat 
must be connected in series with the furnace and the internal 
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resistance of the furnace must be at least about 18 ohms at 
22() volts. 

Photo No. 5 shows a rheostat suitable for an electric carbon 
combustion furnace such as is given on page 278. It has eleven 
steps consisting of one coil of 8 feet, 14 gauge, equal 1.27 ohms, and 
ten coils 5 feet each, 17 gauge, equal to 16 ohms or a total of 17.3 
ohms. Internal furnace resistance should be about 29 ohms. 

Photo No. 54 shows how two rheostats can be arranged on 
one supporting frame. 

Photo No. 55 shows a large heat-treating muffle furnace with 
a muffle 7311} 26 inches. Photo No. 56 shows how the brick 
are arranged. At A are infusorial brick; at B, B, B, are refrac- 
tory fire brick. Photo No. 57 shows the rheostat to control this 
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furnace, which consumes about 30 amperes at 220 volts. The 
rheostat contains 114 coils of 15 gauge Driver-Harris No. 194 
nickel steel wire. These coils arranged in steps consisting of 
three coils of 25 feet each (in parallel) per step, and each of thirty- 
eight such steps are connected in series with each other, and the 
entire rheostat is connected in series with the furnace. Photo 
No. 58 shows the arrangement of the top of the rheostat. 


Puoto 57. 


CHAPTER XXI 


Part I 


AN AUTOMATIC STEAM WATER STILL 


AFTER submitting to considerable annoyance from several 
types of water stills, the author decided to try steam coils as a 
source of heat. 

The boiling of water by this means is not a new idea, but after 
more than a year’s trial, there was finally evolved a form of still . 
which has proven so satisfactory and the flow of the water has 
been so abundant that the details of the apparatus may be of 
assistance to someone else. (1908.) This type still in use (1920). 

Two of these stills are in use in our laboratory, operating but 
part of each day. The supply is ample for all analytical needs 
ard for drinking water, which is also furnished to a large office 
force. 

Cold water from the tap enters the condenser jacket C, Fig. 59, 
through the cock A. The condenser jacket is a cylindrical copper 
vessel 11 inches in diameter and 15 inches high. The cooling 
water overflows at B to a sink not shown. A glass * tube siphon 
S’, 8S”, 8S’, dipping into the water slightly below the level of B, 
carries hot water continually to the heating chamber D by way 
of the large copper feed funnel F’, F’”’. 

When the water in D has risen several inches the steam is 
turned into the worm coils of D at the valve V. These coils 
consist of two 12-foot lengths of three-quarter inch bore copper 
pipe, t brazed together and coiled around the inside walls of D. 
The steam from the boiling water rises into the dome and passes 


* A brass tube is now used, as it is more durable. 
} The outside diameter of the copper pipe is 17; inches and the wall 
is % inch. 
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off through a block tin condensing pipe of five-eighths inch * inside 
diameter at 7’ and travels through this pipe, which is coiled in a 
worm as shown in C. 

The tin pipe passes through the tubular outlet O’, O” and 
delivers the distilled water on an absorbent cotton filter supported 
by a 6-inch ribbed glass funnel W. The filter catches any oily 
matter or other particles carried over with the steam. 

The distillate is delivered to the receiving funnel at the rate 
of one liter every three minutes when sufficient pressure is main- 


tained in D to keep the copper funnel F”’, F°”’ filled nearly to over- 
flowing with hot water. 

The water reservoir is a 9-gallon bottle, in the neck of which 
the funnel W rests. The bottle, which is not shown, is inclosed 
in a cupboard in which is an electric light to dispel darkness and 


* The larger the inside diameter of the tin worm the better to secure rapid 
condensation and a large output of water. 

The block tin worm now in use is 33 to 1 inch outside diameter; 3 to #y 
wall; and 3-inchbore. The regular commercial sizes approximating these 
dimensions are used. A number of these stills are now in use. The worm is 


28 feet long. 
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roaches. This bottle rests in a copper pan, which is drained to 
the sewer. The tin pipe is bent into an elbow at # so that any 
condensation of moisture on damp days drips off at H instead of 
running down the pipe into W. 

Steam pressure furnished from the mills is liable to continual 
variation. The amount of pressure may be nicely adjusted at 
V, but subsequent increase of pressure often causes the water to 
boil ever at F and splash down into the copper pan P’, P’”’, P’”, 
which is drained at P’. The pan is 5 inches deep and large 
enough to contain the entire apparatus. 

To clean the still the tin pipe is unscrewed at N, the dome 
head is removed, and water is played on the interior of D with a 
hose, washing the sediment out through the cock at P’”’. 

The steam dome rests in the neck of D and is calked steam 
tight with cheese-cloth. The cloth is stretched in a diaphragm 
across R’, R’’, with enough excess of cloth for calking purposes. 

The boiling of the water in F’, F’”’ in no way prevents the action 
of the siphon S’, 8S’, S’. The heating coils of D are joined to 
ordinary steam pipes of the same diameter at J’, J”’. 

This still could be made in any size to suit a greater or less 
production than that mentioned, a smaller size for a household 
or small laboratory, and in larger sizes for office buildings or 
for manufacturers needing a large supplyeof distilled water. A 
number of these stills are now in use. 


CHAPTER XXI 
Part II 
CLAY COMBUSTION BOATS 


THE clay boats are made from Klingenberg clay.* A typical 
analysis of it is given herewith: 


Per cent. 
IPTOLOSIGE LO lM TONEY eee erie eye eee aio hls karo 2.67 
RSSTBTSESS, or 02 SOM coat OL I Oh ee 52.48 
DAOTOOVITE, Oe RS 5 Bia 8) a ee 29.46 
TET eION, LOSS eters eee Ce ee ee ORCS oh eg 14.18 


Any plastic clay of similar analysis free from grit would answer 
just as well. The clay is ground to pass a 30-mesh sieve, and 
is thoroughly kneaded to a stiff dough with water. It is then 
rolled in a towel. By wetting the towel occasionally, the clay 
can be kept ready to use as long as desired. 

The clay is rolled on a moist plaster-of-paris slab into a cigar 
shape and pressed into the plaster-of-paris mold with the thumbs. 
The excess clay is scraped off with a thin-edged piece of wood. 
The guide strip is then laid on the mold. It is the exact duplicate 
of the face of the mold, or pmno as shown in the plan. This 
strip, of course, has an opening in it coinciding exactly with 
IcdJ, Fig. 60. The strip can be fastened on by a gum band at 
each end. The wooden tool T is plunged down through this slot, 
and, while being held perfectly vertical it is slid along the wooden 
guide strip, scooping out the clay and shaping the interior of 
the boat. The tool slides along the strip on its surfaces at R 
and R’. The distances from c’ to R and from R’ to d’ are equal 
and conform to the thickness of the guide strip. The distance 
c'd’ equals cd. c’V and V’d’ regulate the thickness of the walls 
of the boat. V/f’V’ forms the interior of the boat. The tool T is 


* A blend of clays gives better results. 
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rounded on one side and is trimmed to a thin edge on the rounded 
side. The tools are kept in water, when not in the operator's 
hand, to prevent the clay from sticking to them. The interior 
of the mold has a flat bottom: The author prefers a boat of the 
following outside dimensions when burned: 15 mm. wide at 
top by 7 mm. wide at bottom by 9 mm. high by 1313 mm. leng 


Fia. 60. 


The bowl of the mold should be about 6 per cent larger in all its 
dimensions to allow for shrinkage. 

After the interior has been properly shaped, the guide San 
is removed, the face of the mold scraped clean, and the mold put 
away in a warm place for the clay to dry. Slow drying for one 
or two days is the best. When the boats no longer seem damp 
to the touch, they are removed from the molds and dried for 
several hours in an air bath at a temperature of 120° C. They 
are then put in a muffle furnace, and the latter is lighted and 
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the heat brought slowly to a temperature of 850° to 900° C. 
(very bright red-heat) and kept at that temperature for from 
two to four hours. The heat is then turned off and the boats 
are ready for use. <A boy can easily mold forty boats in three 
hours, and, after the molding is completed, the remaining opera- 
tions require but a few moments’ attention to make the transfers 
from the drying space to the air bath, and from the latter to the 
muffle furnace. 
The boat should |} vall S i 

/ Should have walls and bottoms about one-sixteenth 
inch thick. Boats made as described answer all of the purposes 
of porcelain boats, and, one can readily see, are extremely cheap. 


Fig. 61. 


The author first experimented with a view to making his own boats, 
more than twelve years ago, and has used them for all combustion 
work ever since. 

It is convenient to have the dimension Kh, 62 mm.; hg, 177 
mm., and the total thickness of the mold 25 mm. 

When the boats have been burned, two or three from each 
batch should be placed in the combustion furnace and a blank 
analysis made. If the weighing apparatus shows a gain of more 
than 0.0002 gram, it is an indication of imperfect burning of the 
‘boats. They should be reburned until free from all carbonaceous 
matter. 

The Ni-chrome One-piece Triangle.—Tig. 61 shows a cne-piece 
triangle designed by the author which anyone can make in a 
few minutes from the well-annealed ni-chrome wire. It is 
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practically indestructible. The one shown was made from No. 8 
gauge wire. 

Sanitary Laboratory Wash Bottle.—Fig. 62 shows a wash bottle 
that is much used in this laboratory for washing precipitates. It 
has the advantage that the lips do not touch it. It is operated by 
a slight push of the thumb on the rubber bulb A. The little tube 


Fia. 62. 


« a 
at P enables the operator to relieve pressure instantly when a 
washing is finished, avoiding spattering of the washing fluid and 
excessive amounts of the wash per application. 
The rubber bulb is attached to the glass tube G. The capacity 
of the flask is 500 c.c. It has a fire-finished ring neck and takes a 
No. 6 rubber stopper, 


CHAPTER XXi 
Part III 
LABORATORY REFRACTORIES 


LaBoratTory refractories should be of such design and com- 
position that they will stand rough usage and sudden expansion 
and contraction. This is especially true of boats for carbon 
combustion determinations; muffles for ignitions;' Bunsen burners 
of the Chaddock type, chimneys for Argand burners, combustion 
tubes, pyrometer protection tubes, and crucibles. 

Combustion Boats.—The combustion boats should also be of 
such composition that iron oxide and lead oxide do not slag with 
the walls of the boats at temperatures approaching 1100° C., to 
an appreciable extent. A well-designed boat of the proper com- 
position, burned at the correct heat in the kiln, of the correct 
size and filled about half full of some neutral body like crude 
oxide of zirconia, or chrome iron ore, or some other suitable well- 
ignited metallic oxide of high fusing point—a boat of this type and 
so protected will be good for from 500 to 600 carbon combustions 
of steel. It should be said also in this connection that there is 
nothing gained by running the oxygen at a high rate of speed or 
by running the combustion furnace at temperatures in excess of 
1000° C. Some chemists have a mistaken idea that the tempera- 
ture must be such as to entirely melt up the sample of steel. This 
procedure not only will destroy any combustion boat in a few runs, 
but often cause low results due to unburnt steel occluded by the 
suddenly formed slag and perhaps due to the formation of some CO. 

Photo No. 63 shows six sizes of boats which offer ample range 
in capacity for any laboratory’s needs. No. 1 is +§X4 inches; 
2, 4X4; 3, 48x4; 4, 48x54; 5, 4EX5E; 6, 18X54. 

Combustion Tubes.—Photo No. 64 shows three sizes of com- 
bustion tubes of the author’s design which he has used in several 
laboratories under his direction for a number of years. The 
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composition should be such as to be non-porous under pressure; 
not readily attacked by metallic slags, and vitrifying in such a 
way as to withstand rupture when cold bodies are repeatedly 
charged into it when it is at a high temperature. It is also a 
great advantage to have it of such composition as to not conduct 
away heat at the projecting ends like fused silica tubes, thereby 
avoiding a large loss of the expensive electrically supplied heat; 
also avoiding the nuisance of cooling devices at the ends that 
project from the furnace. 

The convenient sizes are 24% inches inside diameter by 
1-inch outside diameter with tapered ends; also 27 inches long by 


Puoro 63. 


te inside diameter by 1{ inches outside diameter, also a middle 
size t+4-inch bore X 27 inches long. The author has found that the 
larger bore tube with the thicker wall lasts longer; although 
either size should last for months if the foregoing conditions are 
fulfilled. A good heavy wall tube of proper composition should 
last six months or more even though in daily use with a daily 
run of from 80 to 180 combustions. 

Chimneys for Argand Burners.—Photo No. 63 also shows 
convenient chimneys for Argand burners. Here, again it is 
especially necessary to have a composition that will not crack 
with sudden changes of temperature. A chimney of proper 
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COMBUSTION 


TUBES 
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composition is non-crackable and will last for years as far as heat 
cracks are concerned. Two convenient sizes are No. 8 and No. 9; 
in photo No. 63, No. 8 is designed to be used in the sulphur appa- 
ratus given on pages 331-332. 

Porous Filtering Crucibles.—At No. 7 in photo No. 63 is shown 
a porous crucible. Such a crucible should be of sufficiently open 
grain to permit the passage through its pores of turbid fluid to its 
total capacity in fifteen seconds, when mild suction is applied, 
i.e., ordinary one-quarter inch bore one-sixteenth inch wall tubing 


al 
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should not collapse; and the filtrate should be perfectly clear and 
sparkling. 

New Modified Refractory Bunsen Burner of the Chaddock 
Type.—The author has designed the modified Chaddock with the 
following new features. 1 in Photo No. 65 shows the burner 
proper; 4 shows the bell-top chimney, which can also be used as 
a crucible cover to raise the temperature around the whole cru- 
cible at 5. This bell top can also be inverted and used as an 
extension support as shown at 6. At 2 the rubber hose is shown 
entering at a half-round opening. This makes the setting of 
the glass nipple tube much easier, as anyone will appreciate who 
has used a Chaddock. 
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PuHoTo 66. 


Puoto 67. 
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This style of burner should be made of a mixture of refractories 
that will not crack with suddenly applied heat. A proper selec- 
tion of materials will secure immunity from heat cracks. 

Kipp Apparatus Consisting of Three Replaceable Parts.— 
The author designed an apparatus for generating H, H2S8, and COzg 
of the Kipp type, consisting of three replaceable parts, and of 
acid-proof stoneware. The bottom part holds 2500 ¢.c. and the 
top bulb 2000 c.c. The total height is 23 inches. The parts are 
interlocking and connected together with acid-proof cement (see 
Photo No. 66); making the whole apparatus perfectly rigid as 


Puorto 68. 


though of one piece. The advantage of the apparatus lies in its 
replaceable parts. If one part be broken a new one can be put 
in its place making the generator is like new. The parts are 
very strong, being of heavy stoneware. The separate parts are 
shown in Photo No. 66 and the complete generator in Photo No. 67. 

Photo No. 69 shows how this Kipp can be made in four replace- 
able parts. The inner tube passing through a rubber stopper to 
melt the top bulb 1 at 2 being joined to it by the rubber con- 
nector and also a copper clamp not shown, but which is screwed 
fast around the rubber sleeve at 2.. Photo No. 70 shows a bat- 
tery of these generators. . 
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Muffle, Assay Crucible, and Heat Insulation, Split Cylinder 
of Infusorial Earth.—The above are shown in Photo No. 68 at 6, 
7, and 8, respectively. The dimensions of the muffle are 1453 
x73 inches.. The crucible is 6 inches top diameter by 9 inches 
high by 4 inches bottom diameter. The split cylinder is 17 inches 
inner diameter by inner diameter by 124 inches long. The latter 
is the heat insulation jacket for the carbon combustion furnace 
shown on page 278. 
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CHAPTER XXII 


Part I 
ENGLISH CHROME-VANADIUM STANDARD STEEL “Vv.” 


Tuis-standard was analyzed by twenty-five English and three 
American laboratories. The reports were handed in_ blind. 
Nothing more was heard of the matter until the printed report 
was mailed to the co-operating chemists together with a very 
generous portion of this valuable standard (October, 1919). 

It is interesting to note just how closely the three American 
chemists came to the general average of all of the results: | 


LABORATORY: 


C i re 
U. S. Bureau of % % Si %S %P %GWMn %Cr HV 


Standards....... 0.559 pa 0.059 0.028 0.534 0.859 0.278 
Baldwin Locomotive 0.060 

Works: , oa: 2a 2563 0-174 0.059 0.021 0.532 0.890 0.270 
CRUCIBLE STEEL Co. oF AMERICA: 
(Park Works Lab.) 0.554 0.170 are 0.024 0.540 0.860 0.275 


General Average of 
All Laboratories.. 0.548 0.161 0.063 0.024 0.542 0.861 0.273 


Of course, Park Works results were obtained by the methods 
as given in the foregoing pages. See copy of Ridsdale & Co.’s 
report, page 530. 
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SECOND EDITION, © 


British 


Chemical Standards 


taining additional tests of British co-operators and also those obtained through the courtesy of the Bureau of Standards, Washington (per Dr. W. F. Hilleb 
pcting director), also a stee] maker and a user in the U,S.A, each selected by the Bureau, 


Certificate of Analyses 


CHROME-VANADIUM STEEL 


Issued by Messrs, Ridsdale & Co, from the Laboratory and Technical Bureau, Wilson Street, Middlesbrough, Eng., under the auspices 
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of the body of co-operating Anal; 


= ene = ——— ae ee a oe = —= 
CO-OPERATING ANALYSTS OR _ FIRMS. 
No, No. 
REFEREE ANALYSTS—INDEPENDENT. WORKS CHEMISTS—Representing MAKERS. 
1 Herpsman, W. H., Wellington Street sep «.. Glasgow 12 Daw, F. W., F.1C., A R.C.Sc., Ebbw Vale Steel, 
2 Parrinson, J. & H.S. (Per J.T. Dunn, D,Sc., F.I.C.) Iron & Coal Co., Ld. ... ney HP .. Ebbw Vale 
Dean Street aa ine wa ... Newcastle-on-Tyne 13° Desy, B., Cammell, Laird & Co. Ld. ... ... Sheffield 
3 Partinson & STEAD, Queen's Square... «. Middlesbrough 14 Durty, L., B.Met., Sir J. Jonas, Colver & Co., Ld. Sheffield 
4 Rupspate & Co. (Per C. H. Ridsdale, F.C, F.C.S, 15 E.uot,T.G.,F1C., Hadfields, Ld. ~ . Sheffield 
and N. D, Ridsdale, F.C.S.), Wilson Street Middlesbrough 16 Grauam, C. S., F.C S.,J. Lysaght & Co.,Ld. —_..:_ Scunthorpe 
5 Rey (Epwarp) & Harsorp (Per C, O, Bannister 17 Hanson, Wetpon, F.C S., Clarence Steel Works Middlesbrough 
F.1.C., A.R.S!M.), Victona Street... London 18 Hexsnaw, P. B., Kayser, Ellison & Co., Ld. Sheffield 
19 Howson, Ricuarp, Safhuel Fox & Co., Ld Stocksbndge 
20 Sutars, D., Bolekow, Vaughan & Co., Ld. ... South Bank 
, Nas 21 Tompson, J. L., Monk Bridge Iron & Steel Co., Ld. Leeds 
Soo ose EE PECIFICATIONSIe MEd 22 Wrxixsox, C., North Eastern Steel Co., Ld. "... Middlesbrough 
: ki 23 Wraacc,J.H.,A.1 M M., Samuel Osborne & Co., Ld. Sheffield 
6 Ssrrn, H., Lancashire & Yorkshire Railway Horwich 24 Youno, H. J.,.F.1C,, North Eastern Manne 
7 Row ey, E. W., North Eastern Railway ... Darlington Engineering Co., Ld. ae me .. Wallsend-on-Tyne 
25 Jounson, C. M., Crucible Steel Company of 
America - er bes ae «+» Pittsburg, 
GOVERNMENT DEPARTMENTS. Pa, U.S.A. 
8 Admiralty Laboratories (Per J. C. W. Humfrey, Sheffield and MOTOR, AERO. or LOCO. MAKERS—Representing USERS, 
B.A., M Sc., M. Eng., Chef Analyst) other centres 26 CLERMonT, J. D., Napier & Son, Ld. ae ... London 
9 Minister of Munitions Laboratory, Townhead Street Sheffield 27 Hatt, H.C.,A/C,M Mzt. Rolls-Royce, Ld.... Derby 
10 Research Department, Royal Arsenal ate Woolwich 28 Baxpwin Locomotive Co, (Per J, A. Hance, 
11 United.States Bureau of Standards (Per (a) L. F. Engineer of Tests)- ... ate der Philadelphia, 
Witmer and (4) J. 1. Hoffman) ae -.- Washington, U.S.A. ‘a., U.S.A. 
A. & S.—73699 
. 1 
HROM. as 
CARBON SILICON SULPHUR PHOSPHORUS MANGANESE 10M VANADIUM & 
PER CENT, PER CEN PER OENT. PER CENT. PER CENT. IrEB CE: PER CENT. 4 a 5 
re 
; ° 
Zz aa , = (a = 7} = rr} S HI 
aS Eels axe o.E| —& |e a Ba Pre era 
z BEEZ as ags wes i: Shire = =e og hs 
oo aoo ns =. Bae So aoe 2 Z= | Ee Koz = 
BY one 2 5 Ogee | =ae Sos I a< == pe at 
a> Som | z<& cz2 So% | Sma | asa ‘ :&o BY | 25 oa |= =| 
=% &3 | <5 zee Zu°2 | S38 224 pS | :<8 <Zz 3 Zs |% Zl\a@ 
analyst] €6 | 328 | 228 = | S55 | 2<98|o28 =]See 3 se | Sez | GEs | Se ge> Ja 3 | & 
bz | geo | ce4 az | Sake] S22 |Sbaz |bs<z | ES | 3522] <s2 | &: a2oo | Saou 
az <O B°Gz =9 aans | <8 == | zase | gz28 => Zens] 2<2 a wee ja |]°s 
&S | 522 | ds2zo] 52 | S289] Seeh |eesz |xtoz | a3 | ash] ose | x Z2o5 < 
AaB 252 | S25e BS aneo | Bese) Sade | ase aS >So; S85 15 Gene | 
No, 2 fuses seve] 0-558 | 0-153 (b)] 0-066 seas] OB) || acceaccdleeseeeraued OGIO) llascareserebes G857 6 Parte vosveeczest Pe ee 
O-172in) 9, 4 023 (a)] | 0-023 zi 4 
4 | 07592 (dr rnrservoen {oraz} 0:05! | 0-064] 0-023 BHD Daa yforreeeernd 0556 | 0551 | -seecnn O°863. fa sececesene 0-29 2 e)seeeee oa 
ty SP 0550 ferereeeeeee R ebairceee ace 0066 feeeeeerseees Ca Ieee Ae ee Senet 0536 feeceneeraees OS2S | OSA B corseacvabnneanetio ee, 
» 83] 0°555 | 0570 | 0-150 (n} 0-067 ae 0-84 0-245 wove) laws al 
* : 
4, 98] 0-550 | 0560 J 0-155 (n] 0-062 | 0-060 }..... att = 0023 Jose |oss™|057 |o8s |o29 |028 no appreciable tr 
= = so 
ve 108} 0°546 (d)].+---2re00e 0170 | 0-063 f...-..,.... fee Tiipeav eva) ievuetens yes 0-027} 0-582 | 0553 | 0-560 Wn} 0-86 0 24 0 28 “01 | race: 
a (015204 9 ox 0860} 9g luoder 
py ATIW 0-559: [secseeesnens (0.17018) 0.059 fosesserscresfeenes Sore eect 0-028 fF 053414)... {o B58 tai] 0 278M) vcnsecseasdercecarscsed Joouod 
Wi 12' | 0G4  lrereecreesyl 0-16 (n} 0-063 0-54 rere | 0-86 O28. Yeates Fy nsna|t kis gic 
Persutph ie 
wy 15] 0°55 (Ajjrevseererses O16 (d] 0068 | 0-067 Oe dee 0-027\m} 0:52 DSO beter 085 0°25 (VI). ccpntavesPestvegaoes ach under 0 Olly 
0-147 (b ae } 
» 18] 0525 | 053 Ho Acai VOCS al SAS orl Reerseeetees Mas aoa 0-021 oF 0515 | oo. 052 «w)os76 |o256 | 0-244 o1slo-ural o-os|¥ 
, 193 (b 
23] 0:57 (a). O40) Pi aeiciceees 0-061 ; | 0-023 0) 0:87 +l cocoa 
py 25 | O554 feveesvesesef O170 PY 0065 | DOGA Por srccesferrrerrreees 0.024 ( 0:86 O DTS) Neeegetns dos toccaer) 70 oul asosaa) teal 
gy 26 | 0535 feseecseeseef O:173 Q] OGL | 0.060 Jorseeeesessafescsrenecens 0.020 cae 0-266 (I), ..seesseecsficsecrerers “O16}trace) nul |C3 
py 27] 053 (difeseeeeesees OPTS OP0G0) Ml rracvceanas fecccvuttveailecsuvssseea 0025 | 0-57 Boos: caye | 40885 | 0-268 | 0-270 ares 
tak 7 
ay ALOs 
vy 28 | 0/563 (A). eeees 0:174 Q 0-060 | 0-059 }...... Mesventusyessennes 0-021 0-532 (} 0-520 089 0-27 
Average} 0°547° | 0°554 0.063 0 062 0 023 0 023 0024 | 0543 0536 0543 0268 | 0273. 
General] -———--——— = ad —— a = Ree pce 
Average 0'548 0-063 0-024 0°542 0-861 0:273 


February 18th, 1919.) 


The results shewn for each Chemist are those which he has finally decided, after careful consideration of his repeated checks, are correct. 


# For brief description of the movement, see articles uw /ron and Coal Trades Review, of September 28, 1917, and Marc’ 
“Notes on Chernical Stasdards and their beariag on the Unification of Analysis.” 


J The Standard Bar was kindly provided by Messrs, Kayser, Ellison & Co. Ld,, Carlisle Works, Sheffield, being specially selected on account of its homogeneity x 
§ The Admiralty, War Office and Mimsiry of Munitions wish tt to be made clear that the homogeneity of the bulk of standardised turaings represented 1s not in aay way guaranteed by them 


(a) Titration with standard NaOH aod HNO,. 
ob) Weighed as PbMoO, 
c) Arnold & Ibbotson’s combined method 
(d) Mixed with eitber red lead crushed brebmck or alumina. 
(e) See Journal Ind, & E. Chem, February, 1919, 
(/) Cain's Method, US, Bureau of Standards, 
) Residue crushed and re-burit, 
) Ppt. treated with HF 
) Yellow ppt. converted to Mfe,P,0, come 0.021% 
i), Drowo's method or otber modification evaporating to SO_ tumes. 
) 0.006%, S. found in re-idue after evolution. ar 
) Annealed at 750°C. with K,Fe(CN}, 
) Vanadium reduced woth /'rSO, and pptn al low bemp 


530 


b 8, 1918, also paper given belore Soc. Chem Industry Birmungbam, November 27, 1918, us 


ne | 
n) [Separation and fusion as ib (y) then reducti _ 
i eer oko Shey, oe luction Zn and KMnO, uiratioa Allow for Cr. . 
p) As removed with HAr dex Inst E 
d Castes’ eomte lex Inst Eng No.4, 1918 19 & C News, Feb, 28th, 1919 
s jureau, Circ No 14, Sth ed, 1916, Method 1. . 
\) Phospbo Molyb pptn, H.0, reduction, Voludet, kuho,” > 
u) Average of 2 rather diferent methods. 4 
(v) Electrometnc titration . 
w) Mean of the two Analysts” results ? 
Cr. & V first remover with NaHCO, from sulphate solutiog, 

paralioo as in (x), fusion witb Na,O, and utral 
(2) Persulpbate oxidation and utrauion of GrO. as usual, ot Co sea % 


. 


RIDSDALE & Co. 
(C, H, Ridsdale, r..0., v.c.s. & N. D, Ridsdale, 1G) 
Vst October, 1919. 


CHAPTER XXII 


Part II 


SHORT METHOD FOR MOLYBDENUM IN STEEL 


(Absence of Tungsten) 


(A) Dissolve 3 grams of steel drillings in 50 e.e. 1:1 HCL. 
Warm until action ceases, then add a few crystals of potassium 
or sodium chlorate, that is, enough to dissolve all black residue 
on further heating. 

(B) Boil down quickly to about 15 c.c. to remove excess of 
free acid, as molybdenum is not precipitated completely by 
H2S in the presence of much free acid. 

(C) Dilute to 150 ¢.c. with water. 

(D) Pass a rapid stream of H2S for about fifteen minutes. 
Filter off sulphide. Wash the same thoroughly with HoS water. 

(EZ) Burn off the sulphide in a porcelain crucible at a heat 
not exceeding 550° C. until all char is gone. Cool, and weigh. 
This weight represents the molybdic oxide, plus a little silicon 
plus copper oxide, tin oxide, ete. 

Extract this ash with 40 c.c. of filtered ammonia. Warm in 
the crucible until the residue is light and floats easily, showing 
that all of the heavy molybdic oxide has been dissolved. Filter 
again. 

Wash with ammonia water thoroughly so as to remove all 
molybdenum. Ignite at a red heat and weigh again. The 
difference between this weight and the first weight equals the weight 
of the molybdic oxide present, plus any copper dissolved by the 
ammonia. ‘Tin oxide is not dissolved. 

If the filtrate from the ammonia is blue, copper is present and 
for very accurate work, a correction must be made. This cor- 
rection is usually small, and unless the filtrate is very deep blue, 
can be dispensed with, especially when bath tests are being run. 
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If the correction is to be made, the filtrate is made slightly 
acid with hydrochloric and evaporated to a low volume and 
made faintly but distinctly alkaline with ammonia. 

The copper determination is then finished by titrating to the 
disappearance of the blue color with standard KCN solution in 
the same manner as for copper in steel. The copper thus found, 
is calculated to CuO and deducted from the weight of MoO3 
plus CuO already obtained. 

The remainder is figured to Mo by the factor 0.6666. 

Omitting the copper correction, this method can be carried 
through, in duplicate, in 2 hours. 

This method assumes the absence of tungsten. If tungsten 
be present in sufficient quantity to separate out as yellow residue, 
then after (C), it should be filtered out, washed, and the filtrate 
and washings finished as given in (D) and (£). The WO3 can 
be examined for MoO3 if much W and Mo be present in the steel. 


CHAPTER XXIII 


Part [| 


The Analysis of Ferro-cerium and Cerium Steel.—The 
determination of large quantities of cerium (the mixed metals of 
the cerium group) is comparatively simple, but to determine, gravi- 
metrically, a small amount of cerium in the presence of a large 
amount of iron is fraught with many interferences. Any attempts 
in this laboratory, for example, to precipitate ten to twenty milli- 
grams of cerium content away from 5 grams of iron have thus far 
resulted in the precipitation of a large portion of the iron with the 
cerium, or a large amount of iron and no cerium with it. This is 
true whether the attempt be made either by the phosphate method 
or the oxalate method. The iron interferes at all points, when 
it is present in large excess. The volumetric methods to be 
described later are the only quantitative methods for small 
amounts of cerium thus far developed in this laboratory when 
large amounts of iron are present. Both methods are inter- 
fered with by the presence of chromium, and one is interfered 
with by the presence of both chromium and manganese. 


CERIUM IN FERRO-CERIUM (GRAVIMETRIC) 


The author uses the well-known method of precipitating the 
cerium (mixed cerium group) away from the iron (less than a 
gram of iron present) in nearly neutral sulphate solution with a 
saturated solution of ammonium oxalate. 

Dissolve one gram of the ferro-cerium in 50 c.c. of 1.20 sp. gr. 
nitric acid; evaporate to dryness; ignite to destroy the nitrates; 
dissolve in cone. HCl; dilute and filter out silica. Wash the 
insoluble silica; ignite it to an ash; weigh it; remove the silica 
with HF and a few drops of conc. H2S0Ox4 as in silicon in steel. 
Fuse any residue left in the crucible from the HF evaporation 
with sodium carbonate; dissolve in HCl; fume it with H2SO,; 
add water; heat until the sulphate is dissolved and add the 
solution to the main filtrate and washings obtained from the first 
filtration to remove silica. | 
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This main filtrate will now contain all of the cerium. It is 
nearly neutralized with 1:1 ammonia water, and to the cold 
solution which should now be of about 400 ¢.c. volume, 50 c.c. 
of a saturated solution of ammonium oxalate are added and the 
cerium oxalate is allowed to settle for about two hours; it is 
filtered; washed with ammonium oxalate water; ignited to the 
reddish cerium oxide (CeOz) which contains 81.42 per cent Ce. 
This reddish oxide may contain some iron so it must be 
transferred to a porcelain dish; gotten into solution with HCl 
(chlorine forms hence the removal from the platinum crucible 
before dissolving); converted to sulphate and passed through 
the zine reductor. The iron so found is deducted from the CeOz 
before calculating to Ce. 


MANGANESE 


Manganese interferes with the gravimetric determination of 
cerium and cerium interferes with the volumetric and gravimetric 
determination of manganese. Cerium and chromium oxidize to a 
higher oxide with PbO. If zine oxide is used the cerium, unlike 
chromium, is largely in the filtrate with the Mn. On peroxi- 
dizing it remains on the filter with the manganese and iron. 
If the author’s scheme of fractional precipitation with ammonia 
in reduced solution be tried, the cerium’ Will still be found with 
the iron and manganese. (This, however, is a separation from 
chromium as the chromium is precipitated. See page 30.) 
Vanadium can also be separated from cerium by the ammonia 
fractional precipitation. The following recoveries were gotten 
when the amounts of cerium, vanadium and chromium were 
added in 5 grams of steel and the steel was then dissolved in 
50 c.c. of 1:3 H2SO4 and 50 c.c. of water. The ammonia 
separation was made as described on page 30, the ammonia being 
added until the greenish gray chromium hydroxide settled down 
well: 


Cerium present Cr Added 4 Cr Found V Added V Found 


gram gram A gram gram gram 
None 0.1057 0.01057 = 0.0765 0.0765 
0.020 0.1057 0.1066 0.0765 0.0767 
0.060 0.1057 0.1072 0.0765 0.0762 
0.080 0.1057 0.1079 0.0765 0.0784 — 
0.320 0.1057 0.1084 0.0765 0.0769 
0.505 0.1057 0.1087 0.0765 0.0754 
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Evidently from this table a little cerium was dragged out with 
the chromium but the vanadium results are very satisfactory. 
To secure an absolute separation of the cerium from the chro- 
mium, it is necessary to peroxidize the sulphuric acid solution 
of the chromium-vanadium precipitate obtained by the ammonia. 
This leaves the small amount of cerium with some iron on the 
filter and the chromium and vanadium in solution as sodium 
salts. The small amount of cerium and iron can be dissolved 
in sulphuric acid and be added to the main iron and cerium 
solution. This sulphuric solution can then be evaporated to 
390 c.c. and finished volumetrically by the methods to be 
described. The vanadium and chromium can then be finished 
as described under ferro-vanadium and chromium-vanadium 
steels. 


MANGANESE 


Cerium does not begin to interfere seriously with the deter- 
mination of manganese in cerium steel by the lead peroxide method 
until it is present in excess of about 1 per cent of Ce. 

To remove the cerium proceed as follows:  . 

Weigh 0.4 gram of the steel or ferro-cerium, if the manganese 
does not exceed 0.50 per cent Mn, or a correspondingly less amount 
for higher percents of Mn, and get it into solution with 20 e.e. of 
1: 3 HeSOs; and 20 c.c. water; oxidize with 20 c.c. of 1.20 nitric 
acid; make a basic acetate separation as given for manganese 
in ferro-manganese but avoid using any HCl. 

To the filtrate and washings from the basic acetate separation 
of the iron, chromium, etc., add 5 grams of ammonium per- 
sulphate crystals and boil three or four minutes; then add an 
excess of ammonia and boil again until the dark-brown precipitate 
of the hydrated oxide of manganese separates out well; filter it 
off, mixed with a little paper pulp; wash thoroughly with per- 
sulphate water containing a little ammonia. Then treat the 
precipitate on the filter with 35 c.c. of ferrous ammonium sulphate 
solution mixed with an equal volume of 1 : 3 sulphuric acid; use 
this solution warm, if necessary. 

The ferrous ammonium sulphate is made by dissolving 2 
grams of the salt in 100 c.c. of water. Wash the pulp, which 
should now be nearly, or entirely, white, with water containing 
a little sulphuric acid. Wash about thirty times. The filtrate 
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and washings should be concentrated, if necessary, to 100 c.c. 
Then add 50 e.c. of conc. nitric acid and bring to boil; add 
2 grams of light-brown lead peroxide; and boil five minutes 
in the 400 ¢.c. beaker; filter through washed asbestos; wash 
out pink color with distilled water; cool and titrate to dis- 
appearance of pink color with the arsenite standard used in steel. 

This method has been tested on standards containing chro- 
mium up to 1 per cent and cerium added up to 7 per cent Ce, 
and exact results for manganese were obtained. 1 c.c. of the 
arsenite equals about 0.07 per cent manganese when 0.100 gram 
of sample is used. 


VOLUMETRIC METHOD FOR CERIUM IN STEEL AND FERRO-CERIUM: 
By: OXIDATION WITH LEAD PEROXIDE 


(Absence of Chromium) 


Dissolve 5 grams of steel or $ gram of ferro-cerium in 
70 c.c. of 1: 38 HeSO4; oxidize by heating with 45 c.c. of 1.20 
sp. gr. nitric acid. Add the nitric acid a little at a time. Heat 
until all red fumes are gone. Then add 2 to 3 grams of lead 
peroxide of the light brown variety. Boil in the 600 c.c. beaker 
for fifteen minutes. 

Filter on a washed asbestos filter of the same type as used 
for rapid manganese tests. Filter cold» *If the filtrate looks 
pink some manganese has been oxidized to the manganic or 
permanganic state and must be reduced by adding to the filtrate 
a little ammonium-persulphate. Add 50 milligrams and boil 
gently, adding a few grains of precipitated silica to prevent 
boiling over of the solution. Boil twenty minutes. Remove from 
the fire and add another 50 mgs. of ammonium persulphate, 
if necessary, and repeat the boiling and so on until the pink 
color suggesting the color of permanganate of potassium is gone. 
If during these operations the solution becomes slightly cloudy 
due to the formation of manganese oxide, the same must be 
filtered through washed, ignited asbestos again, washing with 
water containing some dilute nitric acid wash. The clear, cold 
filtrate is now ready for the titration. The ferri-cyanide indi- 
cator is added as in the determination of vanadium in steel, 
and a standard solution of ferrous-ammonium sulphate is 
added from a burette until the same blue end-point is obtained, 
as in vanadium. Unlike the vanadium titration, this blue end- 
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point does not get continually darker, once it is reached, as in 
vanadium, but has a tendency to grow lighter, owing to the 
action of the nitric acid. 

This standard is one-fifth that of the one used for the titration 
of chromium in steel. One c.c. of it by this method should be 
equivalent to about 0.002 gram Ce to 0.0029 gram Ce, depending 
on the amount of iron and manganese present in the solution 
being titrated. 

0.4722 gram of so-called C. P.-cerium oxide dissolved in 
20 c.c. 1.20 sp. gr. HCl; fumed with 50 c.c. of 1:3 HeS0u; 
diluted with water and heated until all was dissolved; then 
boiled with lead peroxide and titrated with the ferrous-ammonium 
standard gave a value of 1 c.c. equal 0.00235 gram of Ce; 0.2542 
gram of cerium oxalate sold as C. P. ignited to the red oxide 
and finished in the same way gave 1 c.c. of the standard equal 
0.00226 gram of Ce. 

0.500 gram of ferro-cerium was put through as described for 
cerium and gave a value of 1 c.c. equal 0.0020 gram of Ce. 
Also the same value was gotten from another portion of ignited 
cerium oxalate. When 5 grams of steel are present and a blank 
is deducted higher values per c.c. of standard solution were 
obtained running as high as 1 c.c. equal 0.0038 gram of Ce. 
Therefore this method which is the best volumetric thus far tried 
in this laboratory must be carried out with about the same 
amount of iron present in the standardizing mixture as is likely 
to be in the sample to be analyzed. CHROMIUM MUST BE ABSENT 
as it is oxidized by the lead peroxide in the same way as the 
cerium and consumes a definite amount of the ferrous-ammonium 
sulphate standard, being proportional to the chromium present. 


Seconp VoLUMETRIC MertTHopD FOR CERIUM IN STEEL AND 
FERRO-CERIUM 


Proceed exactly as in the first method up to the point where 
the solutions are to be oxidized but instead of using lead oxide, a 
permanganate solution (1 gram of KMnO, dissolved in a liter of 
water) is added a c.c. at a time avoiding at all times an excess. 
This permanganate is titrated into the boiling solution in this 
way until finally a slight precipitate of manganese oxide is 
obtained that does not disappear after fifteen minutes’ boiling. At 
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this point 100 milligrams of ammonium persulphate are added, 
after cooling off the solution somewhat. The solution is again 
boiled for fifteen minutes to destroy any manganic condition that 
always forms during the foregoing operations. The solutions 
are then cooled; filtered and titrated as in the first volumetric 
method. After deducting blanks (which will run as high as 
11 ¢.c. before a blue end-point is gotten on 5 grams of non-cerium 
steel) the same ferrous ammonium standard as used in the 
peroxide method will have a cerium value of 1 c.c. equal to about 
0.005 gram of Ce. Chromium and vanadium interfere as stated 
and must be removed or corrected for, as already described in 
the first volumetric method, Pages 534 and 535. 


CHROMIUM-VANADIUM STEEL WITH MUCH CERIUM 
(Several Per Cent of Ce) 


Get 1 gram of the sample into solution.in the manner described 
on page 535 under Manganese. This solution will now contain 
all of the cerium in shape to remove all of the chromium, 
vanadium and tungsten by peroxidation as described under 
chromium in ferro-chromium, etc. This will require several 
peroxidations but in the end, the cerium and the iron will be on 
the filter, and the interfering elements wilk*be in the alkaline 
filtrates. 

The cerium and iron can be then dissolved off with sulphuric 
acid and the cerium finished by the lead peroxide method. 


CHAPTER XXXIII 


Part II 


FuRTHER MOopIFIcATION OF THE FrevERT CO2g WEIGHING 
APPARATUS 


In the-Iron Age, vol. 102, No. 8, is shown Stetser and Norton’s 
modification of the original Midvale Absorption and Weighing 
Apparatus for carbon dioxide as designed by Mr. H. L. Fevert, 
of the Midvale Co. This “ bulb” is shown in Fig. C, page 541. 
The author tried this apparatus in the laboratory of the Park 
. Works and in the hands of a good man the bottom was knocked 
out after a run of 60 carbon combustions by a rather slight fall. 
The bottom or foot proved to be of very thin blown glass not 
as thick as an egg shell. 

Knowing the proneness of expert glassblowers to blow bulbs 
of paper thin walls, he submitted to a well-known house in 
Philadelphia a drawing of a further modification of this promising 
CO2 “bulb.” This drawing is shown in Fig. D, page 541. This 
shows a bottom or foot of heavy glass which eliminates the frail 
design shown in Fig. C. The originators’ have produced an 
apparatus that is simplicity itself. The author’s modification is 
somewhat larger than original modification shown at C. 

The author leads the products of the carbon combustion into 
this latest modification at the small tube shown about the middle 
of A in photo No. 68, page 540. ‘““A” alone is weighed. “B” 
is used merely for a bubble tube, and containing KOH solution, 
acts as a guard against CO2, getting into “A” via its outlet 
at the top of “A.” This bulb according to the original scheme 
is filled with asbestos, saturated with sodium hydrate, and in 
dry granular form. 
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INTERNATIONAL ATOMIC WEIGHTS, 1920. 


Elements. wenn. Elements. weamic 
o>3 Symbol. Symbol. 

Aluminium Al Pare sa Neodymium Nd 144.3 
Antimony Sb 120.2 Neon Ne 20.2 
Argon A 39.9 Nickel Ni 58 .68 
Arsenic As 74.96 Niton (radium Nt 222.4 
Barium Ba 137 .37 emanation) 
Bismuth Bi 208.0 Nitrogen ~ N 14.08 
Boron AB 10.9 Osmium Os 190.9 
Bromine Br 79.92 Oxygen O 16.00 
Cadmium Cd 112.4 Palladium Pd 106.7 
Caesium Cs 132.81 Phosphorus P 31.04 
Calcium Ca 40 .07 Platinum Pt 195.2 
Carbon CG 12.005 Potassium K 39.10 
Cerium Ce 140.25 Praseodymium Pr 140.9 
Chlorine Cl 35.46 Radium Ra 226.0 
Chromium Cr 52.0 Rhodium Rh 102.9 
Cobalt Co 58.97 Rubidium Rb 85.45 
Columbium Cb 93.1 Ruthenium Ru 101.7 
Copper Cu 63.57 Samarium Sa 150.4 
Dyprosium Dy 162.5 Scandium Se 44.1 
Erbium wee ur 167.7 Selenium Se 79.2 
Europium Eu 152.0 Silicon Si 28.3 
Fluorine F 19.0 Silver Ag 107.88 
Gadolinium Gd 157.3 Sodium Na 23.00 
Gallium Ga 70.1 Strontium Sr 87.63 
Germanium Ge 72.5 Sulphur iS} 32.06 
Glucinum Gl 9.1 Tantalum Ta 181.5 
Gold Au 197.2 Tellurium Te 127.5 
Helium He 4.00 Terbium Tb 159.2 
Holmium Ho 163.5 Thallium Tl 204.0 
Hydrogen H 1.008 || Thorium Th 232.15 
Indium In 114.8 Thulium Tm 168.5 
Iodine I 126.92 Tin Sn 118.7 
Tridium Ir 193.1 Titanium dh 48.1 
Tron Fe 55.84 Tungsten W 184.0 
Krypton Kr 82.92 Uranium U 238 .2 
Lanthanum La 139.0 Vanadium V 51.0 
Lead Pb 207 .20 Xenon Xe 130.2 
Lithium Li 6.94 Ytterbium (Neoyt- Yb 173.5 
Lutecium Lu 175.0 terbium) 
Magnesium Mg 24.32 Yttrium Yt 89.33 
Manganese Mn 54.93 Zinc _ Zn 65.37 
Mercury Hg 200.6 Zirconium Zr 90.6 
Molybdenum Mo 96.0 ; 
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